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Abstract
An asymptotic solution of the Boltzmann-Krook equations for the Rayleigh shear flow
is constructed. The flow consists of a reacting mixture of gases (0 and 02 molecules)
and the chemical process is assumed to occur both in the flow and on the surface which
is highly catalytic. The distribution functions, corresponding equations of motion and
the boundary conditions on the averaged flow parameters are expanded in powers of
the square root of the Knudsen number assumed to be small. The first order system is
similar to the Navier-Stokes equations with no-slip boundary conditions. The second
order system represents a slip flow with coefficients which depend on the solution of
the first order system.
One of ways to treat with the highly catalytic surface is also presented. The
relationship among the diffusion velocity of atoms, the catalytic efficiency and the
catalytic recombination rate constant on the surface are clarified and the effect of the
catalytic efficiency on the heat transfer rate on the surface is discussed.
Thesis Supervisor: Leon Trilling
Title: Professor of the Department of Aeronautics and Astronautics, M.I.T.
Acknowledgments
I would like to thank Prof. Trilling for his valuable advice and comments during the
course of bringing this work to completion.
Contents
1 Introduction 7
1.1 Introduction . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . 7
1.2 Definition of the problem . . . . . . . . . . . . . . . . . . . . . . . . 8
2 Equations of Motion 10
2.1 Boltzmann equation ........................... 10
2.2 Definitions of hydrodynamic variables . . . . . . . . . . . . . . . . . . 11
2.3 Macroscopic equations of motion . . . . . . . . . . . . . . . . . . . . 14
3 Kinetic Model 18
3.1 Kinetic model of a mixture of gases without chemical reactions . . .. 18
3.2 Order estimation of characteristic times for collisions . . . . . . . . . 20
3.3 Kinetic model of a mixture of gases with chemical reactions . . . . . . 22
3.4 Modeling of characteristic times r12 and r•21 . . . . . . . . . . . . . . .  2 8
3.5 Determination of unknown parameters in the Boltzmann-Krook equa-
tions . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . 29
4 Boundary Conditions 35
4.1 Construction of boundary conditions for a reacting mixture of gases . 35
4.2 Boundary condition for the velocity v . . . . . . . . . . . . . . . . . . 37
4.3 Boundary condition for one of the species densities . . . . . . . . . . 37
4.4 Slip conditions on the wall for the tangential velocity u and tempera-
tureTT . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . 39
4.5 Boundary condition for temperature T when the wall is adiabatic . . 43
5 Formal expansion scheme and determination of the expansion pa-
rameter 47
5.1 The formal expansion scheme of governing equations . . . . . . . . . 47
5.2 Determination of the expansion parameter . . . . . . . . . . . . . . . 51
6 Construction of the distribution functions 55
6.1 Modeling of the parameter P........................ 55
6.2 Construction of the distribution functions . . . . . . . . . . . . . . . 57
6.3 Procedures to obtain the closed system of equations of motion . . .. 58
7 First and second order systems of governing equations 60
7.1 First order system ............................ 60
7.2 Second order system ........................... 66
8 First and second order boundary conditions 72
8.1 First and second order boundary conditions for the velocity v . . .. 72
8.2 First and second order boundary conditions for the atom density . . . 73
8.3 First and second order slip conditions on the wall . . . . . . . . . . . 75
8.4 First and second order temperature of the mixture when the wall is
adiabatic . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . 78
9 Discussions 80
9.1 Structures of the first and second order systems . . . . . . . . . . . . 80
9.2 Outer boundary conditions......................... 81
9.3 Effect of the wall catalysis on the heat transfer rate . . . . . . . . . . 83
10 Summary and Conclusions 86
A Equations of motion 91
A.1 Relation between T. and T, . ........................ 91
A.2 Derivation of the energy conservation equation . . . . . . . . . . . . . 92
B Kinetic Model 95
B.1 Conditions of unknown parameters for the conservation of the collision
invariants .................... . . ............ 95
B.2 The H-theorem for the non-reacting flow . . ............... . 97
B.3 Derivation of reasonable forms of unknown parameters . . . . . . . . 100
C First order system of governing equations 102
C.1 Temperatures of the first order ...................... 102
C.2 Formula of the moments of the second order distribution functions . . 103
C.3 Derivation of the first order energy equation . . . . . . . . . . . . . . 104
D Second order system of governing equations 106
D.1 Temperatures of the second order . . . . . . . . . . . . . . . . . . . . 106
D.2 Formula of the moments of the second order distribution function . . 107
D.3 Derivation of the second order energy equation . . . . . . . . . . . . 108
Chapter 1
Introduction
1.1 Introduction
Recently, with the development of Space shuttle, Aerospace planes and Aeroas-
sisted Orbital Transfer Vehicles (AOTV) etc., research on hypersonic aerodynamics
has been an important area. As long as the flow is assumed to be continuum or near
continuum, the basic governing equations can be Navier-Stokes equations. Therefore,
most of techniques developed for both analytical and computational treatments for
the subsonic and supersonic flow can be readily extended to this area.
However, in the hypersonic aerodynamics, there appear some effects which greatly
complicate classical treatments. In general, it contains effects of high temperature
which is caused by a strong shock wave, hence, it is necessary to consider chemical re-
actions such as dissociation, recombination and, sometimes, even ionization processes.
These effects especially influence the heat transfer rate on the surface of the flight
vehicle. Fay & Riddell [1] and Goulard [2] discussed these problems, and showed that
the catalytic efficiency of dissociated atoms on the surface is important to determine
the heat transfer rate.
Another important effect in the hypersonic flow is the slip of hydrodynamic values
on the surface which becomes remarkable in the near continuum flow where the gas
is slightly rarefied. In the treatments of this problem, the Knudsen layer near the
surface whose thickness is order of one mean free path plays an important role and
it is necessary to consider the microscopic motions of molecules. For example, Sone
[3, 4] analyzed this problem by dividing the flow into two parts; the Hilbert part
which represents the overall behavior of the gas and the Knudsen-layer part near the
surface whose thickness is the order of one mean free path. More recently, Scott [5]
and Gupta et al. [6] constructed slip boundary conditions for the multicomponent
gases by extending concepts by Shidlovskiy [7] in which the distribution functions
in the Knudsen layer are uniform. Another important contribution in this area was
made by Trilling [8]. He constructed an asymptotic solution of the Boltzmann-Krook
equation proposed by Bhatnagar, Gross and Krook [9, 10] for the Rayleigh shear
flow problem for a monoatomic gas by expanding in powers of the square root of the
Knudsen number.
The purpose of this thesis is to investigate the gas-surface interaction in the hy-
personic flow composed of a mixture of gases by using the model similar to that used
by Trilling [8]. In this study, we will consider chemical reactions both in the flow and
on the surface and assume that the surface is highly catalytic. We will get an asymp-
totic solution of this problem with the singular perturbation method by adopting the
similar approach developed by Trilling [8].
1.2 Definition of the problem
Before the analysis, we will define the hypotheses of the problem we study (see
Figure 1-1).
We consider an infinite flat plate located at y = 0 whose surface temperature is
T.(t) and which moves in the x-direction at the velocity u,(t). Initially the upper-half
space is filled with a gas mixture composed of O and 02 molecules whose densities are
pi. and p2oo respectively and temperature T,. At time t = 0, the plate is impulsively
set into motion. We will analyze the inner layer near the plate after a period of time
long enough for the initial transient to be smoothed out.
Outside the inner layer, O and 02 molecules are in equilibrium, however, in the
inner layer, if the time is large, the flow is a chemically non-equilibrium flow. There-
fore, we will consider the chemical reaction process in the inner layer. And we assume
that the surface is highly catalytic, i.e. a large portion of the O molecules hitting the
surface recombine into 02 molecules on the surface (their fraction is represented by
the catalytic efficiency y defined in Chapter 4). Furthermore, we assume that the flow
is continuum or near continuum. This is equivalent to assuming that the Knudsen
number of the flow is small.
In this thesis, we will proceed as follows. At first, we introduce the Boltzmann-
Krook equations and derive the equations of motion with the macroscopic hydrody-
namic properties (Chapter 2) and construct a kinetic model suitable for this problem
(Chapter 3). Next, we consider boundary conditions (Chapter 4) and determine the
small expansion parameter and expand governing equations with respect to it (Chap-
ter 5, 6). Then, we construct the first and second order system of equations of motion
and boundary conditions (Chapter 7, 8). Finally, we discuss the results obtained in
this study (Chapter 9) and get some conclusions (chapter 10).
y
0
iu,(t), T i(t)
Figure 1-1: Definition of the problem.
Chapter 2
Equations of Motion
In the first two sections of this chapter, we introduce a concept of distribution
function and the Boltzmann equation to describe the microscopic motion of a mixture
of gases, and define the hydrodynamic variables which are needed in the analysis
throughout this thesis. In the last section of this chapter, we derive the macroscopic
equations of motion by integrating moments of the Boltzmann equation.
2.1 Boltzmann equation
To consider the behavior of a reacting mixture of gases at the microscopic level,
we introduce distribution functions at time t for each components of the mixture;
In this analysis, a = 1 for O molecules and a = 2 for 02 molecules. The parameters F,
and represent position in the physical space and in the velocity space respectively.
This distribution function f. is defined in the six-dimensional phase space (9,, .),
and its value changes due to collisions both with molecules of the same kind and with
molecules of the other kind.
If we ignore the excitation of internal degrees of freedom (i.e. rotational, vibra-
tional and electronic etc.), the evolution of each distribution functions f. in a phase
space can be described by the following Boltzmann equation,
Df. f (2.1)Dt • " coll
The left-hand side of ( 2.1) is (see, e.g. Kogan [11] or Vincenti & Kruger [12]),
Df, Of, Of, ., Of,
-
+  + 
- (2.2)Dt at, m'
where X, is the external force acting on the s-th kind and m, is the mass of a
molecule of the s-th kind. The right-hand side of ( 2.1) is the rate of increase of the
species density in the (-class resulting from collisions; the so-called collision integral.
Since molecules of a-th kind interact with both the same kind and the other kind of
molecules, this term is a function of both f, and f2. Therefore, the change in the
state of a mixture gas is governed by a system of two equations for the distribution
functions fl, f2, each of which contains the distribution function for the other kind
of species.
The approximate formulation of a]coUt which is necessary for the later analysis
will be considered in Chapter 3.
2.2 Definitions of hydrodynamic variables
In terms of the distribution function f,, we can get a variety of familiar hydro-
dynamic variables. These can be basically obtained by multiplying the distribution
function by various quantities and integrating over the whole velocity space. It is
convenient to define them at this stage before we proceed further. They are as fol-
lows:
* The mass density of the 8-th component; p,
p. = • f,d. (2.3)
* The mass density of the mixture
P Pa.
* The number density of the s-th component; n,
Pa
The number density of the mixture; n
* The number density of the mixture; n
(2.4)
(2.5)
(2.6)fl = ~jfla.
* The mean velocity of the s-th component; iV'
pa, a j= fd(.9 (2.7)
* The mean velocity of the mixture; v
(2.8)p19=EZp a VS.
* The diffusion velocity of the s-th component; V,
va=vs =~-jiV. (2.9)
* The peculiar velocity of the s-th component; C,
(2.10)
* The stress tensor of the 8-th component; (P,)2 j
(Pa)ij =f(ca),(c.) f.d(. (2.11)
* The stress tensor of the mixture; Pi,
Piu = E(Po)j.
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* The temperature of the s-th component; T,
32n,kT, 
=2
where k is the Boltzmann constant.
* The temperature of the mixture; T
3
-nkT =
2 The pressure of the mixture; p
* The pressure of the mixture; p
1p = (P T.3
'/I3- j2 f~dý
33 nkT,..
8
+ P7y + Pz).
* The heat flux of the s-th component; 'q
-4 1
=s
f13
1- 12 fsd -.
* The heat flux of the mixture; '
q= Eq'. (2.17)
8
The pressure, number density and temperature are connected to each other by
the familiar equation of state for a perfect gas,
p = nkT. (2.18)
(2.12)
(2.13)
(2.14)
(2.15)
(2.16)
In the analysis which treats with a mixture of gases, it is sometimes convenient to
introduce another kind of species temperature T,. This is defined with respect to
the mean velocity of species s, i.e. V-,, instead of the mean velocity of the mixture i
(see Burgers [13, p.228]);
3 1 J 1
-n,k7T., = - I V.'- I f~dý.. (2.19)
2 2J
From ( 2.13) and ( 2.19), we can show the following relations between T. and T., (see
Appendix A.1),
mip2Ti = T1 + k 1  -V2 V (2.20)
T2 =T22 + 3-2v - I2. (2.21)
3kp2
2.3 Macroscopic equations of motion
The Boltzmann equations discussed in Section 2.1 describe the detailed motion
of molecules of each species in the position-velocity phase space (4,,~). We can
derive ordinary equations of motion in a fluid flow which involve the hydrodynamic
quantities defined in Section 2.2 from these microscopic equations. These macroscopic
equations of motion can be obtained by multiplying the Boltzmann equation by any
function of molecular velocity and integrating over the whole velocity space. If this
function is taken to be a collision invariant, i.e. the mass, momentum or energy per
molecule (min, m,8, m$oli 2 /2), we can get the macroscopic equations of motion of a
continuous mixture of gases.
Integrating equation ( 2.1) with respect to , we can get,
-- L0d]Of d]d. (2.22)
3Z3 Dt =f 3 t Collo
Since we assume a reacting gas mixture in which 02 molecules may dissociate into
O molecules, the right-hand side of ( 2.22) does not vanish. Then, we can write for
each species,
f Df2 -d = -tb (2.23)
Df2d =- (2.24)
,W3Dt
where zb is the rate of increase of the mass of species 1 in a unit volume and a unit
time called a source term, af,
f At- , . (2.25)
R3B 0 Coll
However, the total mass of both species should be conserved,
3J Df d-#= 0. (2.26)
If we multiply ( 2.1) by 7 = (7, C, ) and integrate with respect to ., the right-
hand side of equations also do not vanish because the s-th kind of molecules may
exchange momentum with the other kind of molecules. However, the total momentum
should be conserved. Then we can write,
J fd =0. (2.27)
By multiplying ( 2.1) by 1 12, integrating with respect to - and summing up
over s, we obtain an expression for the total energy,
1 f91- [O12
~ ZI 3 2 st] o .l(2.28)
If we assume a reacting gas mixture, the right-hand side of ( 2.28) does not vanish
because some portion of the total kinetic energy of a mixture may transfer into the
heat of formation of some species, or vice versa. If we introduce the dissociation
energy per Oz molecule, E (the energy obtained from the kinetic energy of a mixture
of gases when 02 molecule dissociates into two 0 molecules; E > 0), ( 2.28) can be
written,
S12L Dfd~ -- E . (2.29)
fJR3 2 Dt M2
Equations ( 2.23), ( 2.24), ( 2.27) and ( 2.29) constitute a system of equations
for the mass, the total momentum and the total energy conservation. By evaluating
the left-hand side of each conservation equation with expressions of hydrodynamic
quantities introduced in Section 2.2, we can get the macroscopic equations of motion
of a continuous gas mixture,
* Conservation of mass of species 1
OP+ O(pv)= (2.30)
at By
* Conservation of mass of species 2
OP2 O(P2v2)+ = -8 (2.31)it Oy
* Conservation of the total momentum along x-axis
p(Ou +v•Ou + =P, 0 (2.32)Ot + yT ay
* Conservation of the total momentum along y-axis
P(O OV + =-- (2.33)
Ot Oy) ay
* Conservation of the total energy (see Appendix A.2 for more detail)
3 (nk -- 2+V- + +±Pauo+POy+ i-m  E+kT
2 t + y) ay my ya m 2 ( 2
= kT < n, V. (2.34)
2 0 y1
where notations ( = x,y,z), = (,, ,,), = (u, v, w) and j= (q., qy, q,) are
used. In this derivation, we assume that there is no external force X, defined in ( 2.2)
and there is spatial variation along the y-axis only according to the basic assumption
of our problem described in Chapter 1.
Equation ( 2.30) ( 2.34) constitute a system of five equations for five main
unknowns: PI, P2, u, v, T and five additional unknowns: v1, v2 , P7 , Pyy, qy. This
system is not a closed set of equations. In order to get a closed system of equa-
tions, these additional unknowns should be related with main unknowns by using the
definitions of hydrodynamic quantities in Section 2.2.
Another important term we should evaluate is the source term tb in ( 2.30) , ( 2.31)
and ( 2.34). This term depends on how the chemical reaction occurs in a mixture of
gases and can be obtained by considering a collision integral term in the Boltzmann
equation ( 2.1). This consideration and modeling of it will be discussed in Chapter 3.
Chapter 3
Kinetic Model
The main purpose of this chapter is to construct a kinetic model which is consistent
with our problem. In the first two sections, we consider the case without chemical
reactions as a reference and estimate the order of characteristic times for collisions
introduced there. We follow the concepts by Perot [14] basically in these sections. In
the next two sections, we extend this model to the case with chemical reactions which
is consistent with our problem and model characteristic times for collisions between
the different species. In the last section, we specify unknown parameters introduced
into the kinetic model by the reasonable physical assumptions and obtain the final
forms which are suitable for this analysis.
3.1 Kinetic model of a mixture of gases without
chemical reactions
Perot [14] constructed a kinetic model for a mixture of gases under the assump-
tion that no chemical reactions occur in it. This assumption can be interpreted as
corresponding to the case in which the flow is completely frozen and as one of the
limiting cases for the chemically reacting flow. Therefore, it is worth while considering
a kinetic model of a mixture of gases without chemical reactions before constructing
the one of a chemically reacting mixture of gases in our problem.
The collision integral for species s in ( 2.1) in Chapter 2 can be expressed in the
following form,
,]a to= Qr(fJ,fr) (s = 1,2). (3.1)IColl =rE=1,2Q
Q,,(f,,f ) is the collision integral operator taking into account collisions between
molecules of the sth kind and the rth kind. This term is expressed with notations
used in, e.g., Kogan [11],
Q,,(fS,, fr,) = f(f'f, - ff.)g,bdbded( (3.2)
where g,, is the relative velocity, b is the impact parameter and 6 is the collision angle.
The primes denote values after the collision.
In general, it is very difficult to treat with this detailed form of Q,,, and several
simpler models of this collision term have been proposed in which mathematical
treatments are easier and main qualitative properties are still retained. One of the
most widely used models is the Bhatnagar-Gross-Krook collision model ([9, 10]).
This model is especially suitable for the analysis in which one needs to expand the
governing equations into power series such as in Trilling [8].
Under the assumption that there are no chemical reactions, the Boltzmann equa-
tions with the Bhatnagar-Gross-Krook collision model (so-called, the Boltzmann-
Krook equation) can be expressed in the following form,
Of Of. 1 1+ f  71 -- f1Z -1 f - + ,, E 1- (S = 1,2). (3.3)
t ayr=1,2 Tar r=1,2 Ts r
In ( 3.3), T,, is a characteristic time of molecules of species s for collisions with
molecules of species r. The corresponding collision frequency v,. is defined as
1
-- .1(3.4)
'rer
r,, and v,,. may depend on densities of each species and temperature but not on molec-
ular velocity. Then total average collision frequency v, and the total characteristic
time r, for species s are,
E, = * ,, = _ (3.5)
r=1,2 r-=1,2 Tar TO
The first term of the right-hand side of ( 3.3), - tEr=1,2 _L, represents the number
of molecules of species s which are thrown out of the 8-class per a unit time and
volume as a result of collisions, while the second term, +'ar Er=1,2 _, represents the
number of molecules of species s which are restored to the (-class. In the Bhatnagar-
Gross-Krook collision model, the distribution function Ta, of the molecules restored to
the i-class has the form of the Maxwell distribution function. For collisions between
the same species, it is reasonable to assume that molecules of species 8 are re-emitted
with the Maxwell distribution function centered about the species velocity v' and
species temperature T,, defined in ( 2.7) and ( 2.19) respectively, then we can write
for $,,, ( m . }= ~ T 3/2exp{,, 2kT,, -1 2  (3.6)
On the other hand, for collisions between different species, the local velocity and
temperature corresponding to iV', and T,, in the case of above are not known a priori.
Then, we introduce the auxiliary velocity ivr and temperature T,,, and define the
auxiliary distribution function a,, as
Pa, = p(2 3 exp { - 2kT 1,2 f } 2(3.7)2 xk T,, 2 k T,
These parameters introduced in this section, i.e. r,,, v,, and T,,, should be determined
from the physical conditions.
3.2 Order estimation of characteristic times for
collisions
Four characteristic times r,8 introduced in the previous section are, in general,
functions of number densities of each species, temperature and time. In this analysis,
for simplicity, we assume that each r,, is independent of temperature and time. (It
may still depend on number densities.)
The order of magnitude of r,, should depend on the problems we choose, and
rough order estimation of them can be made by considering the motion of molecules
near the wall in detail. In this analysis, we should remember that we try to treat with
the flow very near the wall and that we assume that a large portion of O molecules
hitting the wall recombine at the wall as described in Chapter 1.
First of all, we look at a very thin layer very close to the wall whose thickness
is about one mean free path of either O or 02 molecules. In this layer, most O
molecules have a velocity directed towards the wall because a large portion of O
molecules hitting the wall recombine and become 02 molecules. On the other hand,
these 02 molecules produced at the wall have a velocity directed away from the wall
in this layer (see Figure 3-1).
Next, we consider a thicker layer than the previous one whose thickness is of the
order of a few mean free paths. In this layer, each molecule may experience a few
collisions. Because of the influence of catalytic recombination on the wall described
in the previous paragraph, 02 molecules leave the wall with a positive velocity in the
y-direction on the average, and, on the other hand, O molecules reach the wall with
a negative velocity in the y-direction. Therefore, a collision between different species
is much more probable than a collision between the same species.
Typical motions of molecules in this layer are shown in Figure 3-2. For the average
02 molecules, it is most probable that they collide with incoming O molecules. They
may also collide with incoming 02 molecules, but most of these incoming 02 molecules
have experienced 0-02 collisions at previous times. We should also note that there
may be incoming 02 molecules in the thin layer whose thickness is about one mean
free path as seen in Figure 3-1. These molecules can be interpreted as the ones which
are reflected as a result of 0-02 collisions in this thicker layer.
From these discussions, we can assume that the chance of collisions between dif-
ferent species is much larger than the chance of collisions between the same species.
This physical consideration is consistent with the assumption that the characteristic
time for collisions between different species is much smaller than the one between the
same species,
712, 721 < 711, 722 . (3.8)
This basic relation comes from the assumption that a large portion of molecules
hitting the wall recombine at the wall, in other words, the assumption of a surface
which is highly catalytic. Therefore, we should note that ( 3.8) cannot be satisfied
if we treat with a problem in which only a small portion of hitting O molecules
recombine at the wall. In this case, the order of magnitude of r1l may be the same
as the order of magnitude of r12 or r21.
3.3 Kinetic model of a mixture of gases with chem-
ical reactions
In the real situation, in a mixture of gases whose components are 0 and 02,
it is reasonable to expect that chemical reactions occur in it. Therefore, in order to
construct a suitable kinetic model for this mixture, it is necessary to include the effects
of chemical reactions in the kinetic model discussed in the previous two sections.
In this mixture of gases, it is probable that the following chemical reactions occur,
02O + 0 20 + 0 (3.9)
02 + 02 T20 + 02 (3.10)
In each equation, the forward reactions are the dissociation reactions and the back-
ward reactions are the recombination ones. The second terms of the right- and left-
hand side in each equation are catalytic bodies. A recombination reaction requires a
three-body collision between two O molecules and some third body; O or 02. The
reason for it is that if there is no such third body, the recombination energy must
transfer into a vibrational mode of the newly created 02 molecule and may cause the
immediate dissociation after one-half period of vibration.
Figure 3-1: Typical motions of O and 02 molecules in a thin layer whose thickness is
about one mean free path.
O
/ \\0
A12
Figure 3-2: Typical collisions of O and 02 molecules in a layer whose thickness is of
order of a few mean free paths.
z -. dl
In order to judge which reactions in ( 3.9) and ( 3.10) are more probable near
the wall, the physical consideration for characteristic times discussed in Section 3.2
plays an important role. If we compare the two dissociation reactions in ( 3.9) and
( 3.10), the dissociation reactions by 0-02 collisions are much more probable than
those by 02-02 collisions because the number of 0-02 collisions is much larger than
the number of 02-02 collisions in the same volume and during the same time from
the result in Section 3.2. Furthermore, in this study, for simplicity, we neglect the
existence of collisions which cause the recombination reactions because they require
three-body collisions and they are not likely to occur very near the wall. Therefore,
we can conclude that it is enough to consider the following dissociation reaction for
the treatment of the flow near the wall,
02 + 0 ---+ 20+0 (3.11)
A dissociation reaction occurs when the energy of two molecules involved in a
collision is greater than a threshold value, i.e. the activation energy. We assume that
this minimum energy required for dissociation is equal to the dissociation energy E
per 02 molecule. Furthermore, we make the following assumptions for both species
after O-02 collisions.
* For 0-02 collisions without dissociation, each O and 02 molecule is replaced in
the s-class and the -- class with a local Maxwell distribution function 9TT and
9;1 respectively.
* For O-02 collisions with dissociation, O molecules newly created by dissociation
are replaced in the 6-class with a local Maxwell distribution function 6.
* For 0-02 collisions with dissociation, O molecules which were the catalytic
bodies are replaced in the (x-class with a local Maxwell distribution function
IF *m
*2, 1, 1 and •'2 are defined as,
(mi 3/2 1 m
*2 - P12 2kT exp 2kT - 121 (3.12)
= p21 2kT)21 ) e - 2k T12
( m2 3/2M2 m2 - 1
2= 1 exp - - 11 (3.14)ý2-x kT21) 2k T21(M, )3/2 112
2 = PR kTR1 / p 2kTR(.
41 * M, 3/2 121= PR2 ep xp m - VR2~ 2 (3.15)
*2r-kT2 2kTR2
Unknown parameters introduced in these definitions should be determined later. The
assumptions mentioned above are extensions of the concepts by Morse [15]. In ( 3.12)
and ( 3.13), only expressions for densities p12 and P21 are different from ( 3.7) which
is for a mixture of gases without chemical reactions because the transformation of
species is expected for a mixture with chemical reactions.
Under the assumptions discussed above, we can extend the Boltzmann-Krook
equations ( 3.3) to the case with chemical reactions. Before doing it, we should
note that 0 molecules are thrown out of the 6-class once they experience collisions,
whether these collisions are reactive or non-reactive, and this also applies for 02
molecules. Then, the extended Boltzmann-Krook equation for O molecules is,
+.[J.  1Of h +• h + *+ + *R2 (3.16)
=9y T 11  7 1 1 2 7 1  2 T1 2  721
The first two terms of the right-hand side of ( 3.16) are ordinary expressions for
collisions between the same species. The third term -f l /rl 2 represents the mass of O
molecules thrown out of the a-class by O-02 collisions per unit volume and unit time.
The fourth term +±1 2/r 12 represents the mass of O molecules which are replaced in
the 6-class by 0-02 collisions without dissociation per unit volume and unit time.
The fifth and sixth terms represent the mass of O molecules which are replaced in
the {1-class by 0-02 collisions with dissociation per unit volume and unit time. The
fifth term +'' 1l/rl 2 is the expression for O molecules which were catalytic bodies
and were originally 0 molecules before collisions, while the sixth term +T* 2 /r 21 is
the expression for O molecules newly created by dissociation, which were originally
02 molecules.
In the same way, the Boltzmann-Krook equation for 02 molecules is,
IMh CM f2 + 22 2 1.
+972 + L 2 @2(3.17)9t •- y r72  r22  r21  721
In ( 3.17), the last term of the right-hand side +'* 1 /r 21 represents the mass of 02
molecules which are replaced in the 6-class by 0-02 collisions without dissociation
per unit volume and unit time.
The relations among unknown parameters P12, p21, pR and PR2 introduced in
(3.12) , ( 3.15) can be obtained by integrating ( 3.16) and ( 3.17) over the whole
velocity space and considering the balance of mass of each species. Integrating ( 3.16)
and (3.17) over the whole space ( and respectively with the use of the definitions
of ( 3.12) ~ ( 3.15), we get
P1 P12 Pai PR2P= 1+ P12_+ R_ + pR_(3.18)
712  712  712  721
P2 P21
- w + P21(3.19)
721  721
where we used the expression for a source term ?b defined in ( 2.23) and ( 2.24). The
first term of the right-hand side of ( 3.18) -p1/7r12 represents the mass of O molecules
which experienced 0-02 collisions in a unit volume and in a unit time. These collisions
might be either reactive collisions or non-reactive collisions. If they were reactive
collisions, O molecules involved in them were catalytic bodies and should become the
portion of the term +pR1/r712 after collisions. If they were non-catalytic collisions,
they should become the portion of the term +P 1 2 /' 1 2 after collisions. Therefore, if
we introduce a new parameter P, which is the fraction of collisions involving energy
greater than the activation energy (i.e. dissociation energy) that is required to cause
dissociation, we can write the following expression
P12 = (1 -P)P- (3.20)
7712 7"12
PR1•= P P(3.21)
712 1712
In the same way, for the 02 molecules,
P21- = (1 - P)P2- (3.22)
72 1  7 2 1
PR2 = pP2 (3.23)
21 7"21
These expressions ( 3.20) (3.23) satisfy the total mass conservation because the
summation of ( 3.18) and ( 3.19) vanishes in both right- and left-hand side if ( 3.20)
(3.23) are substituted into ( 3.18) and ( 3.19).
Then, we can rewrite ( 3.16) and ( 3.17) with the newly defined auxiliary distri-
bution functions,
+7 i - fi+ T12- P + P-+ PR2 (3.24)
t a rl11  7 1 2  7 1 2  712  P1 7 2 1
0f + 0722 - - f2 + T22 - f2 _ p2 (3.25)
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where
* 12 = pI (2-M1)3/2 exp { kTl6 - V12 12 (3.26)(27rhTI2 2 kTx 2
/ M2 3/2 M2
21 = P2 (2rkT2  ep 2kT21 V21(3.27)
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(3.24) and ( 3.25) are the Boltzmann-Krook equations extended to a mixture of
gases with chemical reactions which are consistent with our problem. There still
be unknown parameters T12, v12 , etc. and they will be determined in the following
sections in this chapter.
3.4 Modeling of characteristic times 712 and 721
In Section 3.2, we assumed that each characteristic time r,,. is independent of tem-
perature and time. However, they may still be functions of number densities of each
species. ( 3.8) suggests that, in the flow very near the wall, the dominant collisions
are 0-02 and they play dominant role in determining the main flow characteristics.
Therefore, before we proceed to determine the values of the unknown parameters in
( 3.26) ( 3.29), it is necessary to consider the characteristic times r12 and r21 in
more detail.
From the definition in Section 3.1, rT, is a characteristic time for molecules of
species s collisions with molecules of species r. Morse [15] and Burgers [13] modeled
712 and r21 as
r* T*
712 = -, r21 = - (3.30)
n2 n
where r* is a formal relaxation time. This model can evaluate variations of each
characteristic time with respect to number densities suitably. However, Morse [15]
reports that the Boltzmann-Krook equation with this model does not necessarily
satisfy the H-theorem in general for a non-reacting flow.
On the other hand, Perot[14] modeled r12 and r21 in simpler forms,
71 = r21 . (3.31)
It can be interpreted that, in this model, r12 or T21 is a kind of an average value of r 12
and r21 in Morse's model. When ni = n2, the models are exactly the same, but when
nj and n2 are different, Perot's model cannot evaluate the difference between r12 and
r21 correctly. In this sense, it seems that Perot's model is a rougher approximation
compared with Morse's model. However, for a non-reacting flow, the H-theorem can
be proved for Perot's model [14]. Therefore, we have enough reason to use Perot's
model for the Boltzmann-Krook equations ( 3.24) and ( 3.25).
However, for the terms related with chemical reactions in them, i.e. terms contain-
ing P, we should treat with the effect of number densities in more detail because the
number of reactive collisions per unit volume and unit time should be proportional
to the product of number densities.
Therefore, in our problem, it seems to be most reasonable that we adopt Perot's
model for terms not containing P and Morse's model for terms containing P in ( 3.24)
and ( 3.25). Once we adopt this hybrid model, the H-theorem is satisfied at least
when P -- 0 and we can treat with chemical reaction terms in more detail.
If we denote ra., as values for r12 and r21 in Perot's model (Ta = 712 = 21),
the relation between ra,, and r* in Morse's model can be obtained by interpreting a
collision frequency 1/Ta, in Perot's model as an average value of collision frequencies
1/rl 2 and 1/r 21 in Morse's model,
1 =1( 1 1 + n2n(1 n31
- = - - + -(3.32)
Tav 2 ÷l2 2l 2 r* 2 r*
Then, applying Perot's model for terms not containing P and Morse's model for terms
containing P ( 3.24) and ( 3.25), we get the forms
f+ f 7 - f ~ 12 - f2 n2 p~12 • 2 R1 2R2+ -1 + - 2- P +2 - P • + (3.33)Ut UY r11 T ra, n ra n Tav Pl Tat,
( +f2 07f2 _2 21 - f2 + 22 -f221(3.34)+f of2 +x-/ -f 2-P .  (3.34)
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3.5 Determination of unknown parameters in the
Boltzmann-Krook equations
To proceed with the analysis of our problem, it is necessary to specify the unknown
parameters introduced in ( 3.26) - ( 3.29), i.e. the velocities V12, v21, VRI and VR2
and the temperatures T12, T21, TR•i and TR2. To do this, it is necessary to consider
conditions which the Boltzmann-Krook equations should satisfy. The right-hand side
of ( 3.33) and ( 3.34) corresponds to collision integrals [& expressed with simplerI C J oll
collision integral operators J,(f.) instead of true collision integral operators Qa,(f., f,)
in ( 3.1). Therefore, we can write, instead of ( 3.1),
[Oft] =Jdf')
a coll
= 11 - f1 + 12 - fl 2 n 12 PI2+ 2n2P IR1
711 Ta nl a n Tav
+ 2 f TPa (3.35)pi n r,,,
of2 1 = J2 (fh)
t Jcoll
T21 -f2 '22- f2 _ni 121 (3.36)
= + -2-P-(336
Tau 722 n rav
We require that these model collision integrals reproduce some properties which
true collision integrals have. Therefore, we should admit the existence of three col-
lision invariants, i.e. total mass, total momentum and total energy for these model
collision operators (see e.g. Cercignani [16, p.95]).By the same discussions as in Sec-
tion 2.3 in Chapter 2, we must impose the following relations,
J J,(f,)d = 0 (3.37)
J• 8J,(f.)d = 0 (3.38)
/1 E
I-12'J,(f,)d = -- (3.39)
' 3 2 M 2
where
S=b J3(ft)d = - f J2(f2)d6. (3.40)
(3.37) - ( 3.39) correspond to ( 2.26),( 2.27) and ( 2.29) respectively and ( 3.40)
corresponds to the definition in ( 2.25).
The first condition (3.37) has already been satisfied because of the forms imposed
to ( 3.26) ( 3.29). The second condition ( 3.38) gives the following equation for
unknown parameters (see Appendix B.1),
P1012 - V1) + P2(1 21 - V#2)
- 2--PpPI 12 - 2-Pp2V21 + 2-Pp R, + 2 n-Pp22R2
n n n n
= 6 (3.41)
and the third condition gives (see also Appendix B.1),
3njk(T12 •- T1) + 3n2k(T21 - T2)+ P(1512 2  I +)  p2(I1 2 -I12)
- 2-P(3nikTi2 + P11 12| ' ) - 2n-P(3n2kT21 + p2I21V2•
n
= 0. (3.42)
In the derivation of ( 3.42), we used the following expression for the source term lb
from the definition of ( 2.25),
nl Ptb = 2P2---- (3.43)
n •av
We have still eight unknown parameters while there are only two conditions. To
reduce the number of unknowns, it is necessary to make more assumptions for colli-
sions between different species. As mentioned in Section 3.4, the Boltzmann-Krook
equations ( 3.33) and ( 3.34) satisfy the H-theorem when P -+ 0 under conditions
(see Appendix B.2 for the proof),
V12 = V21, T12 = T21 (P -+ 0). (3.44)
In this analysis, we assume that conditions ( 3.44) can be applied when P # 0, i.e.
when there are chemical reactions,
V12 = V21, T12 =T 21 (P # 0). (3.45)
It corresponds to the assumption that, if collisions are non-reactive, molecules of
both species, after collisions with the different species, are re-emitted with a Maxwell
distribution function centered about the same velocity and the same temperature.
In the same analogy, we assume for the terms related with reactive collisions,
VR1 VR2 = VR (3.46)
TR = TR2 = TR. (3.47)
They are equivalent to the assumption that, if collisions are reactive, O molecules
which were both originally 02 molecules (newly created) and catalytic bodies are
re-emitted with a Maxwell distribution function centered about the same velocity 'R
and the same temperature TR.
By substituting these assumptions ( 3.46)and ( 3.47) into ( 3.41) and ( 3.42), we
get simpler forms,
_# n2 Ini P(VR- '2
p(XV12 -i) + 2-Pp•(fR - '12) + 2-Pp2(0R 12) = 0 (3.48)
n n
3nk(T12 - T) + p(I,' 2[ - 1' i)
+ 22P {3nik(TR - T12) + p1(IJRI J'2 -
n
+ 2nP {3n2k(2TR - T1 2) + P2(IVR 12}
n
+ ninPE
n
= 0. (3.49)
(3.48) and ( 3.49) still have four unknown parameters. Next, we should consider
the limiting situation where the mixture approaches the non-reactive condition, in
other words, the fraction of reactive collisions approaches zero, i.e. P -+ 0. In this
limit, from the results of ( B.29) in Appendix B.2, we can impose these conditions,
lirn 12 = lirmvn = V (3.50)
P--+O P--+O
lim T12 = Uim TR = T. (3.51)
P--+O P O
Under these conditions, we can derive one of reasonable forms (see Appendix B.3 for
detail),
V12 = VR = V (3.52)
3n'kT - 4njn 2PE
= TR 3n 2k + 6nln 2kP (3.53)
(3.52) and ( 3.53) suggest that, whether collisions are reactive or non-reactive,
molecules of both species, after collisions with the different species, are re-emitted
with a Maxwell distribution function centered about the velocity of the mixture and
a slightly smaller temperature than the mixture. In order for a dissociative collision
to occur, at least one of species or both must possess much greater kinetic energy than
average molecules. After such a collision, most of this large kinetic energy transfers
into the heat of formation of O molecules newly created. T12 = TR in ( 3.53) sug-
gests that, after a dissociative collision, the kinetic energy of molecules involved in
it reduces to the same level as the kinetic energy of average molecules (which does
not cause dissociation in general). The local temperature T12 or TR must be smaller
than the temperature of the total mixture because there exists a heat release process
as mentioned above. And the larger the fraction of dissociative collisions becomes,
the smaller the local temperature becomes. In this sense, these results are reasonable
from the physical point of view.
We should note that the results obtained in this section are not unique. However,
they satisfy conditions of conservation of three invariants and also satisfy the H-
theorem when P -+ 0. Furthermore, each assumption and result has the physical
meaning discussed above. We should also note that, as mentioned in Appendix B.3,
( 3.53) is a kind of an approximation form when P is small. Therefore, it cannot
be applied when P is relatively large. However, it does not affect this analysis very
much because P is large only when the temperature of the mixture is very high and
becomes drastically small as the temperature is smaller. For example, P = 1 when
temperature is more than about 60,000K because the characteristic temperature for
dissociation of 02 molecules is 59,500K.
Applying the results ( 3.45) ( 3.47) and ( 3.52) ( 3.53) to ( 3.26) ( 3.29),
we get
TR1 = TR2 = T12- (3.54)
Then, we get the final forms of the Boltzmann-Krook equations which are suitable
for our problem,
O9f, 1 f
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When P is small, (3.61) can be approximated as
2nn 2 T +
-V21}
-1
-12}
2 P
where 0 is the characteristic temperature for dissociation of 02,
E
E=
(3.55)
(3.56)
(3.57)
(3.58)
(3.59)
(3.60)
(3.61)
(3.62)
(3.63)
Chapter 4
Boundary Conditions
In this chapter, we construct boundary conditions for a mixture of gases which
include the effects of the gas-surface interaction. In the first section, we discuss
justification of specifications of averaged boundary conditions which we should apply
in this study. In later sections, we construct each boundary condition. The slip
conditions discussed there are an extension of the concept by Trilling [8] for the case
of a monoatomic gas to the case of a mixture of gases with chemical reactions on a
surface.
4.1 Construction of boundary conditions for a re-
acting mixture of gases
The most rigorous treatment of boundary conditions would be to specify each
distribution function f, and f2 on the wall, which can represent the detailed gas-
surface interaction process. Several mathematical and physical models have been
proposed for a monoatomic gas (see, e.g. Cercignani [16, Chap. III]). However, for
the gas-surface interaction which contains chemical reactions on the catalytic surface
as in our problem, the detailed treatment is not yet possible because of the lack of
enough knowledge of such complicated chemical processes. And, even if the detailed
treatments for distribution functions are available, these mathematical expressions
may be too intractable to handle in the singular perturbation expansion scheme which
we should apply.
Trilling [8] pointed out that actual boundary conditions should be specified on the
measurable properties of the flow, i.e. averaged values of the distribution functions,
and the specification of the distribution functions has a degree of indeterminacy like
that of a velocity potential, which does not affect the determination of the hydro-
dynamic properties. These concepts are based on the assumption that the detailed
mechanism of the gas-surface interaction for individual molecules is independent of
gas-gas collisions and distribution functions in the flow because each gas molecule
interacts with the wall independently. In this study, we accept these concepts by
Trilling [8] and specify boundary conditions in terms of hydrodynamic properties
defined in Chapter 2, which are, so-called, averaged boundary conditions.
Another important assumption we should introduce here, also by Trilling [8], is
that the molecules hitting the wall acquire their hydrodynamic properties during
their previous collisions which occurred, on average, one mean free path away from
the wall. To explain this, we must introduce the gradients of each property in the
direction normal to the wall into the expression of each boundary conditions.
This approach makes it possible to express the gradual adjustment of distribution
functions to the presence of the wall. As mentioned before, the detailed mechanism
of the gas-surface interaction can be assumed to be independent of the distribution
functions in the flow, therefore, the influence of the detailed effect at the surface should
be blurred after a few collisions near the wall, in other words, a local rearrangement
of distribution functions is allowed at the wall. And this physical aspect is consistent
with the introduction of the gradients in the y-direction discussed in the previous
paragraph.
In Section 2.3, we obtained a system of five equations ( 2.30) (2.34) for five main
unknowns : pp2, u, v and T. Therefore, we need specify four averaged boundary
conditions, i.e. for u,v,T and one of species densities pl or p2 because the mass
fraction of species a is also one of the dependent variables.
In this study, we assume that the velocity of the wall in the x-direction u,(t) is
given a priori, and the tangential velocity of the mixture at the wall u(0) should be
determined from the relation between u, and u(0), the so-called slip condition which
will be discussed in the later section. For the boundary condition for temperature,
we consider the following two extreme cases,
* T.(t) is given a priori (including the case of constant wall temperature).
* Adiabatic boundary condition.
For the first case, the temperature of the mixture on the wall T(0) should be de-
termined from the slip condition on the wall. For the second case, T(0) should be
specified by considering the energy balance on the wall and, afterwards, T,, can be
determined from the slip condition (see Gupta et al.[6]).
4.2 Boundary condition for the velocity v
The boundary condition for the velocity in the y-direction v is specified by the
physical condition that there should be no mass transfer through the wall,
pv(0) = 0. (4.1)
Consequently, we get the boundary condition for v,
v(0) = 0. (4.2)
4.3 Boundary condition for one of the species
densities
The boundary condition for one of the species densities can be obtained by con-
sidering the catalytic process on the surface.
The mass flux of 0 molecules diffusing towards the wall is plVI(0). This diffused
mass flux must be exactly balanced by the catalytic consumption rate of O molecules
on the wall. Then we can get the general form of the boundary condition for p, (see
Goulard [2] and Scott [5]),
pVi(0) = -kw[p 1 (0)] (1 < 1 < 2) (4.3)
where k, is the catalytic recombination rate constant and I is the order of the surface
recombination process.
In general, the catalytic recombination process on the wall is not simple and it is
a combination of both first-order and second-order reactions, which corresponds to
(1 < 1 < 2) in ( 4.3). However, the first-order should be dominant when the density
is low because the second-order reaction rate approaches zero faster than the first-
order one with decreasing density (see Park [17]). In this study, we assume that this
recombination process is a first-order reaction. Then, we get, from ( 4.3),
pivi(O0) = -kpi(0) (4.4)
where we used the relation from ( 4.1),
piVi(0) = p1(vI - v)(0) = p iv(0). (4.5)
The catalytic reaction rate constant kw introduced in ( 4.3) is related to the
catalytic efficiency 7y defined as the ratio of the number N, of 0 molecules recombining
on a surface per unit area and unit time to the total number N of 0 molecules striking
the surface per a unit area and a unit time,
N•3' - N--(4.6)
The number N~ can be easily derived from the mass flux on the wall. From ( 4.4),
Nr ht wall ) pe (4.7)
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The number N of O molecules hitting the wall per a unit area and a unit time can be
expressed by using the distribution function fi at y = -r 1r1 (one mean free path away
from the wall) and t = t - r, i.e. f(-77r,lt - r1) where r, is the total characteristic
time for the species s defined in ( 3.5), then,1 00 o
N = -I f ff 1f(--iri, t - 71)dfjidid7C. (4.8)mi -oo -oo -oo
From ( 4.6) ~ (4.8), we can get the relation between k,,, and 7,
kw= p(O) 00J 7f1(-7jr rt - ri)did771dC. (4.9)Pi (0) f 00 f 00 f 0
When the surface is highly catalytic, i.e. the catalytic efficiency 7 is order of unity,
kw is the same order as the speed of sound.
(4.4) is the boundary condition for pl and the catalytic rate constant kw appearing
there is connected with the catalytic efficiency 7 which will be used mainly later
through the relation ( 4.9).
4.4 Slip conditions on the wall for the tangential
velocity u and temperature T
For a monatomic flow, Trilling [8] constructed the averaged boundary conditions
for the tangential velocity u and temperature T with the classical statements by
Chapman & Cowling [18]. In this section, we will try to extend this concept to the
mixture of gases. In this study, we make the following assumption.
* The momentum and energy accommodation coefficients for each species a, de-
noted as 0,, have the same value and represent the fraction of particles re-
emitted diffusively.
* 02 molecules created by the recombination process are fully accommodated with
the wall after releasing the net adsorption energy and the dissociation energy
in the adsorbed phase, and equilibrate with the wall tangential velocity uw and
the wall temperature Tw.
* Sticking time of molecules to the wall is negligible for all cases, i.e. specular
reflection, simple accommodation without chemical reactions and recombination
on the surface.
First of all, we define the density flux and the number density flux in the y-
direction near the wall (much closer than one mean free path away from the wall) as
follows,
p1vi(O) PlinVlin + PloutVlout
p2v2(0) = P2inV2in2 + P2outV2out
n1v1 (0) = n1ivrin + nioutviout
n2v2(0) = n2inV2in + 2outV2out (4.10)
where the subscript in denotes properties of incoming molecules whose velocities in
the y-direction are negative, while the subscript out denotes properties of outgoing
molecules whose velocities in the y-direction are positive.
For the incoming mass flux, for example PlinVlin, by using the catalytic efficiency
'y and the accommodation coefficient 01, we can assume that
* Mass flux (1 - 01)PlinVlin is reflected specularly as 0 molecules on the wall with
the velocity in the y-direction -Vlin.
* Mass flux (O1 -7)P 1inViin is reflected diffusely as 0 molecules on the wall with the
velocity in the y-direction vlt. And the outgoing mass flux is -(01 - 7)PlinVjin
because the incoming mass flux cannot go through the wall.
* Mass flux 7PlinVlin is reflected diffusely as 02 molecules on the wall with the
velocity in the y-direction V2w. And the outgoing mass flux is -7PlinVlin because
of the same reason as above.
where v, and v2U are the average velocities in the y-direction of accommodated O
and 02 molecules respectively.
If we denote the average tangential velocities of incoming O and 02 molecules
whose velocities in the y-direction are negative as ulin and u2 in, respectively, for O
molecules, for example, the incoming tangential momentum flux to the wall is PlinUlin-
Vin and outgoing momentum flux is (1 - O)plinulin * .(-vIin) for molecules specularly
reflected and (01 - 7)PlinU . (-vin) for molecules accommodated on the wall (see
Figure 4-1 (a)). Then, the average tangential velocity on the wall for species 1, ul(0),
can be defined by taking a weighted mean of these momentum fluxes,
U, (0)
PlinUlin -Vlinj + (1 -Oi)PlinUin - I - VIinj + (01 - 7)PlinUw ViinI
piIVIinl + (1 - OI)pin•I - Vin.j + (01 - 7)Plini- Vin-
(2 - O)(PinVIin)Uin + (01 , 7)(PiinVin)Uw(4.11)
(2 - 7)(PiinVlin)
For species 2, the incoming tangential momentum flux to the wall is p2inU2in .V2in,
and outgoing momentum flux is (1 - 02)P2inU2in. (-v2in) for molecules specularly
reflected and 02p2inUw . (-v 2i,) for molecules accommodated on the wall and 7plinuw"
(-vlin) for molecules newly created by the recombination on the surface (see Figure
4-1 (b)). Then, u2 (0) can be defined as,
U2(0)
P2inU2in, IV2inl + (1 - 02)P2inU2in. -1 -V2inJ + 02P2inUw I- V2in + y7PlinUwu, - ViinI
P2inIV2inI + (1 -02)P2in V2,n + 02P2inI - v2inJ + 7PiinI- -Vin
(2 - 02)(P2inV2in)U2in + 0 2(P2inV2in)UW + 7(PlinVlin)Uw (4.12)
2(p2in V2in) 7 (PlinVlin)
Then, the total average tangential velocity ul(0) can be defined as,
pu(0) = puI(0) + p2U2(0)
_2 - O O-y ( Fz)2 - p1(O)uin + pI(O)u + p2(0) (f (4.13)
S2-7 2-7 F
where
Fi = 2 + 7 PinVin (4.14)
(P2inV2in /
F2 = (2 - 02 )U2in + O2u + 7 (PinVin UW. (4.15)
P2inV2in )
The incoming density flux PlinVlin and P2inV2in can be defined by the similar concepts
as in Section 4.3,
PlinVlin = f fW fl(-iri, t - ri)d~id& d(. (4.16)
-oo -oo -oo
l oo 0 0ooP2inV2in = 0f 0f0L7 2 f 2 (72 7272 7t - r2)d 2 d2 2d(2. (4.17)
In the same way as for the tangential momentum, by considering each energy flux
towards the wall, we can get the temperature on the wall for each species (see Figure
4-2),
T,(0) - (2 - Oj)(ninevin)Tin + (01 - 7)(nnin)T.(4.18)
(2 - 7)(niinViin)
(2 - 02)(n2inv2in)T2in + 2(n2inV2in)Tw +2(1inV1in)T.T2 (0) = (2 - ( + T + T (4.19)
2(n2inV2in) + 1in1in1in2
where T,4i(s = 1,2) is the species temperature of the incoming molecules of species
s. And the incoming density flux nlinvein and n2invs2 i, are defined as,
nlinV PlinVlin (4.20)
m1
nhinvii =i
n2inv2in = Piv2in (4.21)
m 2
Then, the temperature of the mixture on the wall, T(0), can be defined as,
nT(0) = niT1 (0) + n2 T2 (0)
2 -0ni(0)Tlin + n1 (0)T, + n2(0) ((4.22)
2-7 2-7 )G2
where
G, = 2 + i . (4.23)2 + n2in•2in
G2 = (2 - 02)T2in + 02Tw + ( linViin• TWT (4.24)2 nl2inV2in /
As mentioned in Section 4.1, variables introduced here, ulin, u72in, Tlin and Ts2in are
values acquired during previous collisions which have occurred one mean free path
away from the wall. Then, we can write,
Ulin = u(Alt - 71)
= u2(A2,t - 7-2)
= T,(A, .t - 71)
T2((A2.t- T2)T2in (4.25)
By using these definitions, we can get the final forms of the slip conditions on the
wall for u(0) and T(0),
o 2-0
pu(0) = - PI(O)ul (Ai,,t - ri) ±
2 - 7-
where
F2 =2+7
-_
7pi(0)u, + p2(0)
2-7
(Pinelin)
#2in92in
F2= (2- 02)u2(A2,t - 72) + 02u +7
F,
F,
(PlinVlin\
I I U11 .
P2inV2in )
And,
2 -- 01
nT(O) =- 0 (O)Ti(A,,t - r•) +2-7- 1 - ni(0)T,,, + n2(0) 
G 2
2-7 Gl
G1 = 2 + - (nivi.
2 n2inV2in
+ 027?w + :-(flW.i
2 ~nV2in
4.5 Boundary condition for temperature T when
the wall is adiabatic
As mentioned in Section 4.1, when the wall is adiabatic, the temperature of the
mixture on the wall, T(0), is specified by considering the energy balance. The heat
(4.26)
(4.27)
(4.28)
where
(4.29)
G2 = (2- 02)T2(A2, t - 72)
(4.30)
(4.31)
transfer rate towards the wall q, consists of the heat flux by the conduction, qy, and
the recombination process on the surface,
E
q, = -q(0) - E (pIVI) (0) (4.32)
m 2
By using the expression ( 4.5), the energy balance at the wall is expressed as,
E
qY(0) + -(pivi)(0) = 0 (4.33)M2
The wall temperature Tw is determined from T(0) which should be obtained from
(4.33).
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Figure 4-1: Incoming and outgoing tangential momentum flux on the surface for each
species.
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Figure 4-2: Incoming and outgoing energy flux on the surface for each species.
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Chapter 5
Formal expansion scheme and
determination of the expansion
parameter
In this study, we seek an asymptotic solution of the Boltzmann-Krook equations
derived in Chapter 3. In the first section of this chapter, we non-dimensionalize the
Boltzmann-Krook equations and the equations of motion by introducing dimension-
less independent and dependent variables. Next, we introduce the formal expansion
parameter e and expand these variables in powers of e. In the following section, we
relate this expansion parameter E to some physical parameters by considering the slip
conditions derived in Chapter 4. This concept is an extension of the treatments of
the case for a monoatomic gas by Trilling [8] to the mixture of gases.
5.1 The formal expansion scheme of governing
equations
In order to proceed with this analysis in accordance with the theory of matched
asymptotic expansions (see Van Dyke [19] for detail), it is necessary to introduce di-
mensionless variables and to non-dimensinalize each governing equations and bound-
ary conditions.
For this purpose, we introduce a small expansion parameter e and an arbitrary
reference length L. Then, we define the dimensionless independent variables,
-tc 00 y
cL
(5.1)
where c,. is a reference velocity and is defined as,
(5.2)Coo = oo
where a suffix oo denotes values far from the wall.
In this stage, the relationship between e and other physical small parameters,
e.g. Ta,, rj or r22 is not yet specified. The form of f in ( 5.1) emphasizes that
changes in time are slow because we seek an asymptotic solution for large time and
the characteristic time L/c, represents the time scale of the macroscopic changes of
the flow. And the form of y in ( 5.1) is selected such that the normal motion of the
flow might play a role. It corresponds to the introduction of an inner variable in the
outer and inner expansion scheme.
Similarly, the dimensionless dependent variables are defined as,
- p
POO
PmlyEpooc2'
IS, = ,
C3
Poo
coo
Til coo
L
T
too
u
coo
*o C300vs
POO
Y/s (s15 = , _,_=
coo coo
222 
= 
 Coo
L
v
fcoo
(qyr = 1,2)
s, r =1, 2)
(s = 1,2)
S Tav Coofav - L
and
L
Poo Coo
(5.3)
(5.4)
(5.5)
(5.6)
(5.7)
(5.8)
S= = 2--n.. E.
PooC2
In these definitions, fy, P~, and q, are selected to emphasize the normal motion of the
flow in the same way as for the definition of y.
When these dimensionless variables are defined, we can get dimensionless gov-
erning equations. The Boltzmann-Krook equations ( 3.55) and ( 3.56) become in
dimensionless form,
fA ' hAf
-
+ 
--l
Oil- T89
012 +12012
6T a
T I 22
*12 - fl+
ray
21 - f2
+ -
and the macroscopic equations of motion defined in ( 2.30) ( 2.34) become,
+ =w0
+ = -WOf ( Byi B)_
ay o
o l a--,
2 1P 49V O =P 0jt -+ -1+ Wy
-\+t ÷ _o
3-
4 -n
4
34•
4 Oy
T+ ov](Op 01'O7 OBiy 1k, - ftTYT
{ý z 8v.}I
where the dimensionless source term wb is from ( 3.43),
_ ll2 PW = - R2 fa%
+4 A Tpa1
A fa
(5.10)
(5.11)
(5.12)
(5.13)
(5.14)
(5.15)
-Oiy
(5.16)
(5.17)
(5.9)
R2.
and,
R. = PO (s = 1,2). (5.18)
2n,,om,
According to the procedures of the matched asymptotic expansion theory, we
formally expand the dimensionless dependent variables in powers of e,
p = p(0) + ep(1) + 6p(2) +...
T = T ( ) + ET( 1') + E2T(2) +
-- =U(o) + EU(1) + e2U(2) +-'
-V= 
( o) + eV)+2V(2) +...
(0) p +oep(l) + 2 p(2)+
UU gmy my myy
- p())+ p(l)+± e2p2 + ...
-= q( 0)+ Eq') 2q(2) + ... (5.19)
Other similar variables with a suffix such as I, T1, etc. can be expanded in the same
way.
Likewise, the distribution functions f, and the Maxwell distribution functions far
can be expanded in powers of E,
f. = - (o) +f 1) + E2f@) ±...
,, = ) + or + + ... (s,r = 1,2) (5.20)
The expansion of the Maxwell distribution functions can be expressed with averaged
properties defined in ( 5.19).
If we substitute (5.19) and ( 5.20) into the dimensionless equations of motion
(5.12) (5.16), we obtain a hierarchy of partial differential equations. And, if addi-
tional unknowns; V1, v2,PX,, Ps, and qy can be expressed in terms of main unknowns,
these equations are fully determinate and give solutions for each order of e. This can
be done by solving the dimensionless Boltzmann-Krook equations ( 5.10) and (5.11)
and by calculating additional unknown variables with the definitions given in Section
2.2.
5.2 Determination of the expansion parameter
In the dimensionless Boltzmann-Krook equations (5.10) and ( 5.11), the charac-
teristic times Tf, '22 and %, also appear. In the continuum flow, these characteristic
times are also small. Therefore, it is necessary to relate e to these physical parameters
in order to obtain solutions of distribution functions in each order of e.
Trilling [8] made the order estimation of a characteristic time of a monoatomic
gas by considering the slip conditions on the wall for the tangential velocity u and
temperature T. In this section, a similar concept is applied to the case of the mixture
of gases in our problem.
From the expressions for uI(0),u 2(0),T1 (0) and T2(0) in ( 4.11), ( 4.12), ( 4.18)
and (4.19) respectively, we get the following equations after non-dimensionalization,
(01 - y)(f - i,(0)) = (2 - 01)(i 1(0) - i((Ai,\1 - f)) (5.21)
{(0 2 (p2 inf2 i n) + (linlin w-f 2 (0))
= (2 - 02)( 2in2in)(i! 2(0) - i 2(A2,J- f2)) (5.22)
(1 - 7)(L.w - T(0)) = (2 - 01)(1T(0) - PI(Ai1, - fl)) (5.23)
{ (02(ft,•i2in) + (ainfin)} (, - T2(0))
= (2 -02)(,2inV2in)(T 2(0) - 2(A21,- 2)). (5.24)
These equations represent the slip conditions for the species tangential velocities
and temperatures on the wall. If the slip values should be small compared with the
wall velocity and the wall temperature, we must select the magnitudes of Ai1, A2, 'fl
A A1, 2 < 1, f, f 2 < 1. (5.25)
As introduced in Chapter 3, the total characteristic time is defined as,
r=1,2 S
(5.26)
and the mean free path of species s, A,, is defined as,
-- C-a- =cr
V,
(5.27)
where c, is the average molecular speed of species s.
Next, we consider the dimensionless forms of these values. The dimensionless
mean free path in the y-direction of species a is defined as,
A8 As (5.28)
and the dimensionless characteristic time is,
Ts Coo79 L (5.29)
From ( 5.27) ( 5.29), we get,
(5.30)
where e, is the dimensionless molecular speed of species a and its magnitude is order
of unity.
In our problem, we assumed the following condition for the order of magnitude of
each characteristic times in ( 3.8) in chapter 3,
r12, 2 1 <K f1,T2 2 . (5.31)
and r2 as,
)
Therefore, we can assume for rT and I2 from ( 5.26),
1
From (5.30) and (15.32), we get,
From ( 5.30) and ( 5.32), we get,
For Perot's model, i.e. f 12 =
applied to non-reacting terms
T2 1 = ,,av introduced in Section 3.4 which should be
in ( 3.55) and ( 3.56),
Clrav C27av
r%.d -~A 2 ;e (5.34)
Recalling the condition A1, A2 < 1, we should select %, as,
Tav = E2 . (5.35)
Once we get (5.35), the other condition 'f, ;r2 < 1 in ( 5.25) is automatically satisfied.
Furthermore, if we approximate the dimensionless molecular speed of species s as,
E2 ' 1
we get from ( 5.34),
A 2 as -=e = A.
And, in order
select fl, and
to get systematic expansions for our problem, from ( 5.31), we should
T22 simply as,
(5.38)
The expansion parameter e can be related to a familiar non-dimensional parame-
ter. From ( 5.32) and ( 5.37), we can write,
Lfa -A = =L(.39
1 1
T 2 T2 1
(5.32)
Al. " I, A2 j (5.33)
(5.36)
(5.37)
fll 2 -22 -= e"
(5.39)
where K& is the Knudsen number. Then, we get,
Ex K~. (5.40)
Eventually, the small expansion parameter turns out to be the square root of the
Knudsen number of the flow.
Chapter 6
Construction of the distribution
functions
In this chapter, the distribution functions of each order of the expansion parameter
E is constructed from the dimensionless Boltzmann-Krook equations introduced in
Chapter 5. Before proceeding with this, another small parameter P which still exists
in the Boltzmann-Krook equations is modeled and expressed in powers of e in the first
section. In the last section, the procedures to obtain the closed system of equations
of motion are discussed, which is a preparation for the later analysis.
6.1 Modeling of the parameter P
In the dimensionless Boltzmann-Krook equations ( 5.10) and ( 5.11), there still
exists another small parameter P which is the fraction of collisions involving energy
greater than the activation energy that is required to cause dissociation. In the
nonequilibrium flow, this is expected to be a complicated function of several variables
such as temperature, species densities, etc.
However, as Perot [14] pointed out in the case when P --+ 0, the first order of
distribution functions are the Maxwell distribution functions and species temperatures
T1 , T2 are the same as the temperature of the gas mixture at least up to the second
order,
T( O) ()= T(- ) T(1) T) = T()• (6.1)
These results give the reasonable motivation to select the model of P for the equilib-
rium case as an approximation for our problem.
The form of P for the equilibrium flow, if only the relative translational energy in
the direction of the line of centers is specified (see, e.g. Vincenti & Kruger [12]), is
given as,
P = exp{-P} = exp{-T1}. (6.2)
Substituting ( 5.19) into ( 6.2) and expanding in powers of e, we get,
0 T(1) 3 T -1 1 OP = exp{--0} 1 -1 E + +....T)E2
TO() "TO(I) j,2 T( f T(. ) -((o).3
The term P/i,, in the right-hand side of ( 5.10) and ( 5.11) can be interpreted as
a reciprocal of the dimensionless characteristic time for the chemical reaction,
1 P 11 - - 1 (6.4)
'Tchem Tav 'a
Since ?a, = e 2 , we get from ( 6.3) and ( 6.4),
exp{-77} [ T() 3 T(T) 2 T(2) 2• 1I 1-----E I -- E +...(.)Tchem= f =1 - +(-) 2 T (0)J- T() J -. (6.5)
= • T(O) 2 T(° )]  T(°)•
If we introduce a new parameter a which is the first order dimensionless chemical
characteristic time,
a= ep{-~ } (6.6)
E2
we can define the model of P which should be applied in our problem, from ( 6.3)
and ( 6.6),
2  T(1) 3 T(M) 2 T( 2) 4 (6.7)P = ale'-aT() +a T(O)) T(O) -. (6.7)
6.2 Construction of the distribution functions
Once all of the physical small parameters can be related to the expansion pa-
rameter e, we can construct the distribution functions f1, f2 as the solutions of the
dimensionless Boltzmann-Krook equations. By substituting the expansion forms of
the distribution functions ( 5.20) and the model of P ( 6.7) into ( 5.10) and ( 5.11)
and by replacing the characteristic times %,v and fi1 (= f 2 2) by e2 and E respectively,
we obtain the following equations,
0 [1(,o) 1) 2 (. [) o) 1) 22 e +COf(+ f a+e ++ F-77e1 a + EA + E2Of(+ --t Jt•[ at)y y•Oy
[ [(41 -f()) +e4 +-I) 1- T - -- (6.)
11 1 ((6. 1
f ) 2 2) s •'(0) - 1) 2 -Re P -+e ))+ f 1+- e2 + e +
+ 2[( 12 (0) + ExP(l4) TO)
n 1l 2  1 2 +T(-Oi) ] 682 'f (0 +6 f (1 +f O 22)+ 1 672af2(O) +EOf' 2(i -2af'(2)
at at at +y 4 9y 9y
(T (0 -f(0)i) +E('IPM -f()) +".
+[ - + Eo -( 1)) +
f 2 2' a (TO)+,E'@'+ --) (1 - TM +--(6.9)
where the bars are omitted, but all quantities are dimensionless. The solutions of
these equations are obtained by regrouping the terms of the same order of e,
f(O) ) (6.10)
12 f 0  (6.11)
rI tf ( 0) -f(0 I a)yfio
f~l) a1 ) (0 (0f 12) 1 -+ I2 +4 at  a(6.12)lay at n(0) 1
o~n-1) o~n-2)fl(n) - (n-1) - f(n-1) + -Y(n) afl-1 l _ 1fOy at
+ (terms of n, ni, n2, T, 12, 7a) (6.13)
f•o) = () (6.14)
f1) + - (6.15)
ff) 21)  afO)_ n(O) (0
2) - 2 21 - 12 -2 ~lko) (6.16)
f(n) -T(n-1) n-1) + 7() -_ y at2222 f2( 21 77 2 O ay Ot
+ (terms of n,nj,n 2,T,I 21,a). (6.17)
We should note that the n-th order solutions of the distribution functions fin) are
explicitly expressed by f, of the order of less than n and the Maxwell distribution
functions T,, of the n-th order. Therefore, if we can obtain X(n) at each step, we can
construct the solutions iteratively from the first order system.
6.3 Procedures to obtain the closed system of
equations of motion
In the previous section, we showed that the n-th order of distribution functions
fn") are expressed as,
f n)  f(n ) = f ) ), .. -); o), ,f ... ,,91 . n .., ) . (6.18)
Assuming that the solutions of f., are obtained until (n - 1)-th order, all the distribu-
tion functions within the parenthesis in ( 6.18) are functions of five main unknowns
of the n-th order, i.e. pn), p (), un) ), v(n), TC(n). Therefore,
f(n) =_f (n) (n),(n), rn),V , ) .((6.19)
These main unknowns must satisfy the dimensionless equations of motion ( 5.12)
(5.16) which should be also expanded in powers of E. These main unknowns of the
n-th order are solutions of the system of order n and the quantities of order of less
than n should have already been determined as solutions of the system of order less
than n.
We should note that there still exist additional five unknowns of order n, i.e.
v1"), v•2)P ), p ), q() in each order system. These variables must be expressed in
terms of the main unknowns. For this purpose, we can use the definitions of these
hydrodynamic quantities in terms of the distribution functions which are introduced
in Section 2.2 because these distribution functions have already been expressed by
the main unknowns.
Once these procedures are completed in each steps of the n-th order, we can obtain
the closed system of equations of motion of order n expressed with five unknown
variables only. This system constructs a closed set of problem of order n if suitable
boundary conditions which should be also expanded in powers of e are specified.
The boundary conditions on the wall are given in Chapter 4. The outer boundary
conditions should be determined by the matching process according to the asymptotic
expansion theory, i.e. the outer limit of the inner expansion should coincide with the
inner limit of the outer expansion. A brief discussion will be made in Chapter 8.
Chapter 7
First and second order systems of
governing equations
In this chapter, we get the explicit expressions of the first and second order systems
of governing equations by following the procedures mentioned in the previous chapter.
In the first section, we get the first and second order distribution functions fo) and
f,() and use them to eliminate the first order additional unknowns. Finally, we obtain
the closed system of the first order equations of motion. In the next section, we iterate
similar procedures and get the third order distribution function ff(2) and eliminate the
second order additional unknowns. And finally, we obtain the closed system of the
second order equations of motion.
In this and next chapters, the bars which denote dimensionless variables are omit-
ted but all quantities are dimensionless unless we specify otherwise.
7.1 First order system
In order to obtain the solutions of the distribution function f,"), first of all,
we should consider the dimensionless forms of each Maxwell distribution function
defined in ( 3.57) ( 3.60) and expand them in powers of e since each f(n) contains
components of T,, up to the (n - 1)-st order and I,, up to the n-th order.
The dimensionless forms of the Maxwell distribution functions are,
1@88 = P S)3 2 p {(2-rRTo,)3/R e 12R 8 To (U) + = 1,2) + (
(s = 17 2)
-
e/2 p x -
(27rR.T 12)3 1 . 2RsT12
(s, r = 1,2;
2n,,,m,
s #r) (7.2)
(a = 1,2) (7.3)
as defined in ( 5.18). And, n, is related to p. as,
n, = 2R.p, (s = 1,2). (7.4)
The dimensionless form of the temperature T12 defined in ( 3.61) can be expanded
in powers of E with the expression of P ( 6.7),
3n 2 T - 4njn 2PE
T132+ 6nn2 = 2P3n' + 6nin2P
- T(O) f+eT(l)±+E2 2n(o)n
(O)1 2
(n(°)) 2 T(o) 23 T(2)} + -"'..
Then, we get,
(7.6)
By expanding the dimensionless distribution functions T12 and @2 1 up to the first
order, we obtain the forms of f(o) and f0O)
(0)Pi(2rRT())3/2
(2rRT( exp
(7.1)
where
(7.5)
f(o) - ('ý1
2R1 T(o) (7.7)
T(O) T(O).
U(O) 2 2) + 771 + (12
- U), + (,qg - IEV), + (.'] I
(0 •, •°) 2 2+ (2• (.8
f(o)(o) P20) 022 -_(0))+7 2f = (2rR2T())/ 2 exp -2R2T(O ) (7.8)(27r2/(0 3/22R 2 T(0 )
As mentioned in Chapter 6, the first order main unknown variables which appear
in ( 7.7) and ( 7.8) must satisfy the first order system of equations motion which
are obtained by expanding ( 5.12) - ( 5.16) in powers of c. However, this system
contains additional unknowns. Therefore, it is necessary to eliminate them by using
the definitions introduced in Chapter 2 to get a closed system. From ( 2.7), ( 2.11)
and (2.16), the dimensionless forms of u,, v., (Po)W,I (P,)YY and (q.)y are,
pu., = s R .f.d(. (7.9)
Pv, = - J ,6fd (7.10)
(P)Y = f (v - u) (. - v) f.d, (7.11)
,,,7= J( - c-) 2 f.9d (7.12)
(q)y = 2c f 3 (ii - cv) {(' - u)2 + (7._ - cv)2 + } fsd. (7.13)3713
By expanding them in powers of c, we get the first order forms,
(pu•)(0) = .R f(o)d4 (7.14)
(pav.)(o)=1)d'(7.15)
"- f, v'sf~')d~s (7.15)
(P S()) =u(o)) f()d (7.16)
(P)() -- = 8J ~f 0)d (7.17)
(q8 )(o) = 1, {(4 -u(o))2 +2.c}f')d4
- V(o) f (- U(0))2 + 72 + (.1f(0)dý
- f (, - 0o)) U' + q V(o) fo)d - (7.18)
Since ( 7.14) and ( 7.17) contain the first order distribution function fo(0) only,
these can be calculated immediately with the expressions ( 7.7) and ( 7.8). A direct
substitution gives,
U(o)= uO)= -u(o) (7.19)
(P1 )() = n(o)T(o) (P2 )() = n(o)T(o). (7.20)VV 17.20)
(7.19) leads to simpler forms for the various first order temperatures with a simple
manipulation (see Appendix C.1),
T -(l) = T() = T(0) _ - ) = T( ).  (7.21)
And the definition of the partial stress tensor of the mixture ( 2.12) gives,
P(o) = ln(O)T(O). (7.22)vu 2
From the y-momentum equation ( 5.15), Py, turns out to be a constant up to the
second order, SP (o) p (l)1P/ - - 0. (7.23)
9y ay
From ( 7.22) and ( 7.23), we get,
p(O) = 2 n(o)T (o) = 1. (7.24)
On the other hand, ( 7.15), (7.16) and ( 7.18) contain the second order distribution
function f.(). Therefore, we need to evaluate them with the iterative expressions for
f(1) in ( 6.11) and ( 6.15). From ( 7.19) and ( 7.21), the first order Maxwell distribution
functions turn out to be,
-1) = ) = f )  (7.25)
(2)= i(o) = f(o) . (7.26)
Substituting ( 7.25) and ( 7.26) into ( 6.11) and ( 6.15) respectively, the second order
distribution functions flt) and f2(1) become,
(7.27)
(7.28)
The first terms of the right-hand side of ( 7.27) and ( 7.28) can be obtained by
expanding ( 7.2) in powers of E and collecting the terms of order e,
or or Pam
3 T(')T(OW2] (7.29)
where
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__(ýa u (0)) + 77, (
(7.30)2Rs T(o)
.41)i ( . 0)
WJT
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u(') + y7v(O)17,
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The y-derivative of f.o) in the second terms of the right-hand side of ( 7.27) and
( 7.28) can be easily obtained,
-f(o) [pIo) oa P(O) ay 1 OT(
0 )
T() y
Then, we get the second order distribution function ft),
[1Op(80
P(O) lo!
3 T (')) T+ W22 T(O) 
82
+ (W 1 OT(o)T(°) By
i, - u(o) Otu(O)
+ R,T(0 ) OyI
With this expression, ( 7.15), ( 7.16) and ( 7.18) can be evaluated as,
S8O(nsT)(0)
2 ayp()(o) p•°)(o) (7.34)
TO) k I t.,II
Of!I S- u(O) Ou(o)
RsT(o) OyI -
8(0)
(7.32)
(7.33)
=
vv - = -s s2 t, I i A I I
(P1Ou)(O,) 0 = --n(o)T(o) U(7.35)
(q,)o) = 5 n(o)R, (T(o)) .(7.36)240y
In these manipulations, we must integrate the moments of f.l). This can be simplified
by using the formula proposed by Perot [14] (see Appendix C.2).
By summing up ( 7.35) and ( 7.36) over both species, we can get the mixture
quantities,
1 0u(o)p(o) - 1 Ou (7.37)
my 2 0 y
q(o) = - t,21(o) (7.38)
400y
where
i = ntR 1 + n2R2. (7.39)
Once the first order additional unknowns; v °)  ), 2 po), p() and q(o) are ex-
pressed in terms of the main unknowns in ( 7.24) and ( 7.34) , ( 7.36), the closed
first order system of equations of motion can be obtained by expanding ( 5.12) ,
( 5.16) in powers of e and collecting the terms independent of e (see Appendix C.3
for detail of the derivation of the energy equation),
0 o) o)(O) 02 o)RITo 4) o)Ot +  Oy 0y2 + 4 a (7.40)
+t  ay y2  n(0)
8o(0) 0 (o) + % 02 o) lO)R2T(o)) o .)+ 2 ( 2 - 2 a (7.41)
at o+ 0 Oy2 ]n(O)
(o) u(0) 01 02u(O) (7.42)
--57 + y-w 2 By2 7.2
n(°)T() = 1 (7.43)
5 v(o)  1 Ou(0) 2 5 22 (0), (0)
40vy 2 5y 4 2  0)o 0 R2 -(T-)- l -2 aE = 0. (7.44)40y 2 0y 40y I+ 2 WO) (o) E 0.(4)
7.2 Second order system
The procedures to obtain the second order system of governing equations are
similar to those for the first order explained in the previous section although the
second order case contains much more complicated manipulations.
The second order distribution function fli) has already been obtained in ( 7.33)
in the previous section. It contains the second order main unknown variables; pl)
P2 1) , u(1), (1) and T(1). They must satisfy the second order system of equations of
motion which are obtained by collecting the terms of order E in the expansions (5.12)
(5.16). This system also contains the additional second order unknowns; v1),
v ) , P(), P7 ) and q(1). Therefore, in order to get the closed system of second order
equations of motion, these additional unknowns should be eliminated.
By expanding ( 7.9) - ( 7.13) and collecting the terms of order 6, we get the
expressions of the second order additional unknown variables,
(p ,)(1=f) 1)Jd (7.45)
(pv.)(1) /Rf( 2)d (7.46)
(P) 1)=U(, fo)d) ± o)f()2(O ) - Ut) f))d
Zxy f3 af3 8
-V (0) J3( .9- U(o) 1()d j(7.47)
(P f,) = J f'd( (7.48)
(q8 )(1) = "2 , -- ) + ?o + S] f. 2)d,
- V(1) (f - u(o) 3 + (C] f(O)dJ
- f1 (7 - o ))u(1) o)] fx)d .
- 2(o)f ( - u(o)) +)d. (7.49)
As in the first order case, ( 7.45) and ( 7.48) can be calculated immediately with
the expression of f(1) in ( 7.33), however, to calculate ( 7.46), ( 7.47) and ( 7.49), the
third order distribution function f'2) must be evaluated beforehand.
By substituting ( 7.33) into ( 7.45) and ( 7.48), we get,
M = UM -= U(I)(7.50)
(P)2) 1 (nT)(1) , (P) 1 (n2T)(1) . (7.51)W )2: • '• )2:
Then, the stress tensor of the mixture becomes,
(P))= (nT)(1) = (n()(o)+ n(o)T() ). (7.52)YY 22
And, the various second order temperatures can be obtained in the same way as for
the first order case from ( 7.50) (see Appendix D.1),
T(1) = -(1) = T(1) T() = T(). (7.53)
Furthermore, recalling ( 7.23), we get the following expression for the y-momentum
equation,
P() - 0 (7.54)
n(1) T()
-=0. (7.55)
n(o) T(0)
The third order distribution function f(f2) can be obtained by evaluating each
terms in ( 6.12) and ( 6.16). The second order Maxwell distribution function 9 1) has
the similar form to 'I),
10)=+(w.)3) T(') _((2_ - u(o)) 3() + o)88) ()A2 + T(- ) + RT(O). (7.56)
By replacing v4o) in ( 7.56) by using the expression ( 7.34) and subtracting f,(), we
qf(i) fl -f (W82) 1 aT(0)
T()ý-
, - u(o) u(o)
R,T(o) 'O!/
The third order Maxwell distribution function Vl'i) can be obtained by expanding
(7.2) in powers of e and collecting the terms of order E2 ,
p(2)Ps(
+ [(W4 15) T(O)
8 T8(O)
3 p)
2(80)
5 2
-, w; TO)W2 1 T(.)
(7-58)p 2() 1
where
u ±) 2 O2 u(o)) u(2) + l(1)59) (7.59)2R (, T)2 R. T (o)
(on(oL() (T(i)2 = T ( ) - 2() 2 (To) +
(o)) From ( 7.33), the y-derivative of f) is given as,From ( 7.33), the y-derivative of f(1) is given as,
= - f(O) [o() (+ 2a I OyLp(a'
2 E
3
-3) T(')
2i T(O
a 1 OPo) (
[&() ((W82 -3 )T( 1)
+ Pao) +.9a 2 T(O)
1 OT(o)
T(O) Oy
,- T(o) Ou()
SRT(o) Oy
1 aT(0)
T(O) a
-- u(O) Ou()
RT(0) (y J2}+ a - u(o) au(o)
R, T(0) Oyj
And, the time derivative of f(O) is given as,
1 ap o) ,Sf(o)[ -- +)  (W,2
- p(O) Ot +
. - u(o) 9u(o)
R,T(O) Ot I"
Substituting these expressions ( 7.57) - ( 7.62) into ( 6.12) and ( 6.16), we get
get,
lp(2)
8?
(7.57)
(7.60)
1 p(,O)+(W _3
1 Op(o) (W
-7,7 P) + wat 1 aT(
0)
T(O)' 9
fo)
at
(7.61)
1 OT(o)
T(O) Ot (7.62)
3)22ý T(O)
jqf(l)8
ay
3
2
-3)2
-3)2
the third order distribution function ff 2),
(0)
fs(0) ±(W2 
_ )
(%IvW
2 '
5 W2
2 w1
15 T(')
+8 T(O)
s2 p,(,o) 12 2+ ,',o + wA - W,2
PS
1 •p{O) Wl 3N
-P(o) 9t +
-2
[(W2
a
- 773'Ty8 say*
1 &T(0)
T() y
p(0) (
PS1
1 OT(o) 3 -
T(o) at +RT
- u(O) au(o)1
Rs T(0 ) y J
T() + 2-  w )
2y p(O)a y + (W,
+ p 3) T(
77 (0 + 1 2 T (
1 OT(°)
T(°)
1)
- u(O) au(O)1
R.R9T(°) ay
W2
[1p O) (W 3)
O 4y +
-_ 2
+P °)  (W I 3)
+FR
1 OT(°)
T(°) Oy
1 OT(0 )
T°) y
- U@')
+ R5 T(0)
Ou(o)
O9y I
+ ý - u( °) Ou(
0) 1 2
R8 T(°) ay j
n(2)FR = +4--(a
FR = -2n aý (0)
(for s = 1)
(for 8 = 2).
f( 2) and ff2 ) have different forms because the chemical reaction
differently.
(7.64)
terms appear in them
With this expression of ff(2), we can calculate ( 7.46), ( 7.47) and ( 7.49) which
3 pal)
2 J (0)+ (W2 T(')
ws•jy-
u(o) (0)
(0) at
where
(7.63)
- 5)2
-3)2
- 3)2
are the moments of f 0). After cumbersome manipulations, we obtain,
(pv.)(') = (p v)(1) -8(nT)(1) (7.65)2 Oy
) (1) (o) - 1 Ou(O) 1 ()T u(o)Ou(p 2 9 2jY 2S y(7.66)S 2 o y 2 (nT)(1) Oy 2 n o y
(q,)(1) _ = 5 { R. (n, T'2)( + Rn (o)T(o) .Oy) (7.67)
As in the first order case, these calculations of the moments of ff 2) can be simplified
drastically by using the formula proposed by Perot [14] (see Appendix D.2). By
summing up ( 7.66) and ( 7.67) over both species, we can get the second order partial
stress tensor and heat flux vector of the mixture of gases,
(p)( 1 u(o) 1 O) (7.68)
"' 20 y 2 Oy
5 a (iiT2)(1) 5 _T_)(q)1) + -fi(o)T(o)+.(7.69)) 4 Oy 4--y
Having determined the second order additional unknowns expressed in terms of
the second order main unknowns in ( 7.50), ( 7.54), ( 7.68) and ( 7.69), we can obtain
the second order system of equations of motion by expanding ( 5.12) - ( 5.16) in
powers of e, and collecting the terms of order c (see Appendix D.3 for detail of the
derivation of the energy equation),
+n1) 0(niv)(') -2(nRT)(1) + 4 (nn 2 )(1) (7.70)"-   Oy = i~• +  n a (770
+n (n 2v+ ( (1)- a2(n 2R2T(1 )( ) - 2(nin2)(1) a (7.71)0"•   iy = -y n(2 a (7.71)
at y aBy 2  n(0)(aum a uM 11 2n~lOyi au(0 )  1 p(1) 2n(o)
p(o) ±(O_ 0 p(o)9(P ) 1 + () (7.72)
at1Y 2  =y2 -Ty- 2 k p(O) 0y 2
n(1) T( 1)(0) T( 0) (7.73)
5 0v(1) Ou(O) Ou() 5 02 (fiT2)(1)
4 y Oy Oy --4 O y2
1 Ou(o) ) 52 TOT (0)  (nin2) (1)  3n)n( 0)
-5[-8 2hIT aE -  1 (2)( T(')a.(7.74)2 Oy 4 y Ty - n(o) 2 n(o)
The second order main unknown variables; p(), p l) u(1), v(1) and T(1) must satisfy
this system and the third order distribution function f(2) in ( 7.63) can be fully
determined by them.
Chapter 8
First and second order boundary
conditions
In this chapter, we get the explicit expressions of the first and second order bound-
ary conditions derived in Chapter 4. In the first and second sections, we obtain the
boundary conditions for the velocity in the y-direction v and the atom density p,
respectively. In the next section, we obtain the slip conditions for the tangential ve-
locity u and the temperature T. In the last section, we consider the energy balance
on the wall when the adiabatic wall condition is given.
These boundary conditions define a closed set of problems of the first and second
order with the equations of motion derived in Chapter 7.
8.1 First and second order boundary conditions
for the velocity v
The dimensionless boundary condition for v is given as, from ( 4.2),
v(0) = 0. (8.1)
Therefore, we get the n-th order boundary condition for the velocity v simply,
v()(0)() = •V•()(0) = - ... = - v()(0) = 0. (8.2)
8.2 First and second order boundary conditions
for the atom density
The dimensional boundary condition for the atom density pi is given in ( 4.4). As
pointed out in Section 4.3, when 7 is order of unity, k,, in (4.4) is of the same order
as the speed of sound. Then, if we define the dimensionless form of k, as,
kW= k,(8.3)
coo
the dimensionless boundary condition for p, becomes,
e(pivio)(0) = -kwpl(0) (8.4)
where the bar was omitted. The dimensionless form of kw in ( 8.4) can be obtained
by non-dimensionalizing ( 4.9),
kw- 7(0)- I] 0 f1(-,lIE2 ,t - e2)did,77d( (8.5)pI(Of00)f-00 f-00-c
where we used the relation r1 = e2(= r_•).
By expanding ( 8.4) in powers of e and collecting the terms independent of E
and of order E respectively, we can get the following first and second order boundary
conditions for pl,
p•°)(0) = 0 (8.6)
(pivi)(o) = -k°)(0)= P . (8.7)
From the result of ( 8.6),
p(0) = e~p(1)(0) + O(E2) (8.8)
f- e)= f 0O(Ojt) + Efj)(0t) + E2 (f)(0,t) ±
y=O,t=t-
= efll)(0) + O(C2). (8.9)
Then, k(o) becomes,
k) - (00 J0J 00  ()(0o)ddqdC. (8.10)
( o)(0) f f 07-oo f(1
When po) = 0, the expression for fl) in (7.33) is simplified as,
1 -(O( 10 1 -___22_Cf 0')A ) )(0) - y=o(27rRiT(•o)3/2 xp { 2RT(o) (• - u) + ~ + ]}.
(8.11)
Substituting ( 8.11) into ( 8.10), we get,
k() +RT() lR T(o) 1 (8.12)
= i-p, (0) (81Y2)o
Substituting ( 8.12) and the expression ( 7.34) with v(' ) = 0 into ( 8.7) and
recalling the relations R1 = pOO/2minoo and pl = n1/2R 1, the second order boundary
condition for p, becomes,
(1)(0) - 2 - -y 2rrT(o) n(o)PI4(W)5==(8.13)
In ( 8.13), we assume that 7y is order of unity since the surface is highly catalytic as
mentioned in Chapter 1 and 4. When the order of -y is less than unity, a ordering of
terms in ( 8.4) should be changed.
8.3 First and second order slip conditions on the
wall
The dimensionless slip conditions which can be derived from ( 4.26) (4.31) are,
2-91pu(0) = pi(0)ui(E,t -2-7 - c2) + 2-pi(0)uw + P2(0)2-7'
F, = 2 + -y
F2 = (2- 02)u (E,t - 6) + 02nu + -/ PlinVlin Uw.
P2inV2in
2- 91
nT(0) = ni(0)Ti(E,t - E2) +2 -7
91 - Gn01 -•i(0)Tw -+ n2(0) G-
2-y G!
where
G• 2 + (linVlin2 +•n2inv2in
G2 = (2- 02 )T 2(E,t - e2) + 02 Tw + 71inVi TW.
With the relation )= 02, we can write, from (4.16) and (4.17),
With the relation p(o) = 0 , we can write, from ( 4.16) and ( 4.17),
PlinVlin
P2inV2in
(nlinVlin)
)(1
PlinVlin
P2inV2in
nlinVlin
n2inV2in + O(E).
Then, from ( 4.27), ( 4.28), ( 4.30) and ( 4.31),
F1(o) = 2
F2() = (2- 02)uo) + O2uw
where
(F2)F, (8.14)
PlinVIin
P2inV2in
And,
(8.15)
(8.16)
(8.17)
(8.18)
(8.19)
and,
(8.20)
(8.21)
(8.22)
(8.23)
+ O(IE)
GO) = 2 (8.24)
G(O) = (2 - 02)T2(40) 2T (8.25)
The first order form of pu(O), nT(0) are given from ( 4.26) and ( 4.29),
(0)( )(f2 )(0
(pu)(0)(0) = P)(0) (Fo) (8.26)
(nT)(0)(0) = hn)(0) (0). (8.27)
Substituting ( 8.22) (8.25) into ( 8.26) and ( 8.27) and using the relation
p(o)(0) = po°)(0), n(o)(0)
slip conditions,
= no)(0), uo) = u(o) and TO~) = T(O), we get the first ordern2 (0), -A7
(8.28)
(8.29)
U()= U()
Therefore, it turns out that the first order tangential velocity and temperature are
the wall velocity and the wall temperature respectively.
The second order form of pu(0), nT(0) are given from ( 8.14) and ( 8.17),
(pu)(')(0) = I- lu (2_ 1) o) 1 F2  (0)+2 - 7 2 ( uF
2 - O iT)o(nT)( 1)(0) = - n1()(0)
From ( 8.22) and (8.23),
and,
+ -7n()T(o)2-7
(F2)(1)
kF,
+ n~'~0) (f2 G2( 1)+ no)(0) .
(8.31)
(F2 )(0) ( = o)
F2(1) F2() F1()
FI(o) Fi FI(o)
(8.32)
(8.33)
(8.30)
I- /,F.(0)(0) -V2
+P2 (Fl)'
il X (ol. \
Substituting ( 8.32) and ( 8.33) into ( 8.30), we get
um = (F,()
p P2 I~o) F2(1
In the same way for (nT)(') (0), we get,
n(O)T( ) = n o) G l ) - T(o)Gx)).
The second order F(1) and Fr) are, from ( 8.15) and ( 8.16),
( y )Y) PlinVlin (1) U(,.P2inV2in / ) (8.37)
In the same way, we get for G(' ) and G(')
S nlinTlin (T )
Gl ) = n2inT2in (8.38)
('fJl-ln-L lnf (8.39)
where we assumed,
T w -= t(wO)
Ti = T(O) + •Ten ) + p r .
u() is assumed to be zero since uw is given a priori.
(8.40)
(8.41)
Substituting ( 8.36) and ( 8.37) into ( 8.34) and considering the relations p~ )=
p(o), uo) = u(O) and u1) = u('), we get the second order slip condition for it,
2-02
u(1)(0) = 2 - 02O2
F(1 PinViml (in)SP2inV2in,
(8.34)
(8.35)
F) = (2 - 02)
(8.36)
U2)(0) +
(T2')(0) + ( T70)
u(O)FI(l))
(n .-- . \
(8.42)
au(o)
ay ) Y=O
In the same way, substituting ( 8.38) and ( 8.39) into ( 8.35) and considering
the relations no) = n(o), T 0 () T(0) and T ' ) = T(1 ), we get the second order slip
condition for T,
T(')(0) 2 2 OT(O) + TM). (8.43)
02 Oy )Y=0 +
As pointed out in Section 4.1, when Tw(t) is given a priori, the second order
temperature of the mixture T(')(0) should be determined from ( 8.43) with T-) = 0.
And, when the adiabatic boundary condition is given, T( 1)(0) should be specified at
first from the energy balance on the wall and, afterwards, T(') can be determined
from ( 8.43).
8.4 First and second order temperature of the
mixture when the wall is adiabatic
The dimensional expression of the energy balance on the wall is given ( 4.33). By
expanding this in powers of e, the first order and second order expressions become,
q(,)(0) + E(niv1 )(o)(0) = 0 (8.44)E
q(~,1)(0) + E(niv1 )(1)(0) = 0. (8.45)
From ( C.13),
(nivi)(0 )(0) = -R (o(nT)()) (8.46)
Substituting ( 7.38) and ( 8.46) into ( 8.44), we get the first order equation of the
energy balance on the wall,
S( iiT2} ±+ 1 (R ( ) = 0. (8.47)
-4 FY Y=o U Y= o
In the same way, from ( 7.65),
(nivi)(1)(0) 2-1R,2
S(n T)(')
ay )7= (8.48)
Substituting ( 7.69) and ( 8.48) into ( 8.45), we get the second order equation of the
energy balance on the wall,
5 8 (f iT•2)(1)
4 -y =
- 5(o) (o)(O) Ib 0) + ER,(yO) Y=O 8. ( (nT)(')ey )y=o = 0 (8.49)
I &f--
Chapter 9
D .0Discussions
9.1 Structures of the first and second order sys-
tems
We obtained the first order equations of motion ( 7.40) , (7.44) with the boundary
conditions ( 8.2), ( 8.6), ( 8.28), ( 8.29) (when the wall temperature is specified) and
( 8.46) (when the wall is adiabatic). As pointed out by Trilling [8] and Perot [14),
the first order system is similar to the Navier-Stokes system with no slip boundary
conditions for the tangential velocity and the temperature.
However, other than the simpler cases of previous analyses, this system has chem-
ical reaction terms. They already appear in the first order system because we treat
the first order dimensionless chemical characteristic time a defined in ( 6.6) as a
different parameter from the expansion parameter E. The main reason for this treat-
ment is that it is difficult to estimate the order of the exponential term contained
in the chemical characteristic time and that the reaction process is distinct from the
mechanics of the flow. Consequently, we treat two processes; i.e. the kinetic and the
chemical relaxation processes, separately.
Another important characteristic of this system is that, for a highly catalytic
surface, the first order species density of O molecules pi(0) is zero and the y-derivative
of p(o) is contained in the second order of p'(0). Therefore, the actual value of pl(0)
is mainly expressed in the second order terms.
The second order equations of motion ( 7.70) ( 7.74) refine the first order
system with the second order boundary conditions ( 8.2), ( 8.13), ( 8.42), ( 8.43)
with T(1) = 0 (when the wall temperature is specified) and ( 8.49) (when the wall is
adiabatic). The system has a finite value of P1(0) and slip boundary conditions for
the tangential velocity and temperature.
The slip conditions ( 8.42) and ( 8.43) are functions of an accommodation coeffi-
cient 02 for 02 molecules and have the same forms as those for the case of a monatomic
gas in [8]. This follows from the result that p o)(0) is zero and, therefore, an accom-
modation coefficient 01 for O molecules does not have any contribution to the second
order slip values. In the third order, however, 01 and the catalytic efficiency -/ appear
for the first time. The second order species density p l)(0) in ( 8.13) is the function of
the catalytic efficiency y and, for the same temperature, it decreases as 7-y increases.
The influence of 7-y on the heat transfer rate on the surface will be discussed in Section
9.3.
The equations of the second order system have the same structure as the first
order system. They contain the higher order derivatives than the first order system;
however, these are derivatives of quantities of a lower expansion term and have already
been obtained in the first order system and are known functions. Furthermore, the
second order system is a sequence of linear equations as pointed out by Perot [14].
The same characteristics mentioned above hold if we iterate the same procedure for
a higher order system.
9.2 Outer boundary conditions
We did not discuss the outer boundary conditions when we derived the first and
second order systems. In the formalism of the asymptotic expansion theory, the
outer boundary conditions should be specified by the matching process mentioned
in Chapter 6. In this section, we consider the relationship between the order of the
Knudsen number on which the expansion parameter 6 in this study is based and the
Reynolds number on which the ordinary boundary layer theory is based and briefly
discuss the treatment of the outer boundary conditions.
At first, we consider a monatomic gas. The Reynolds number is defined, for
example, by poo, uoo, L and a viscosity coefficient oo,
Re = (9.1)tzooP, 00
From elementary kinetic theory (see, e.g. Vincenti & Kruger [12]),
poo poocooA (9.2)
where A is a mean free path of the gas. Then, the order of the Reynolds number
becomes,
L M(
Re ? M-oo- " (9.3)
where Moo is the Mach number. Consequently, the order of the square root of the
Knudsen number is,
V(9.4)
Therefore, the order of the expansion parameter c in [8] is the inverse of the square
root of the Reynolds number if the Mach number is of order unity. This means that
the region where the inner expansion for the case of a monatomic gas is valid is the
same as the boundary layer. In this sense, Trilling [8] specified values in the uniform
region; i.e. u. = voo = 0 and Too as the outer boundary conditions for a monatomic
gas.
For the mixture of gases in this study, the same discussion can be applied. For
example, the viscosity coefficient for the mixture 1t can be expressed in terms of the
viscosity for each species ti according to Wilke's rule (see, e.g. Anderson [20]),
xitti
S= Xili(9.5)
EjxjXij
where
S= +M,) -1/21 mi
<I>= 
1+ 1
In ( 9.5), Xi is the mole fraction of species
free paths of both 0 and 02 molecules are
also the order of p.c, A and the relation,
+ )1/4 . (9.6)
i. Considering that the orders of mean
the same (see ( 5.37)), the order of i is
(9.7)
holds.
Therefore, we can specify the outer boundary conditions as,
lim p. = poo
lim T = Tr
lim u, v = 0.
(9.8)
(9.9)
(9.10)
We have already used these relations in Chapter 7 to derive ( 7.24) and ( 7.55).
9.3 Effect of the wall catalysis on the heat trans-
fer rate
It is well known that the catalytic efficiency 7 influences the heat transfer rate
on the wall (see, e.g. Fay & Riddell [1], Goulard [2], Park [17]). The main reason
why the thermal protection system of Space Shuttle uses a low catalytic surface is
based on the results of these analyses which show that the heat transfer rate on the
surface is greatly reduced at re-entry if the surface is near non-catalytic. In reality,
the catalytic efficiency 7 is in itself a function of temperature (see, e.g. Anderson
[21], Scott [22, 23], Rakich et al. [24], Stewart et al [25, 26],) and this fact greatly
complicates this problem. In this section, we briefly discuss the order of magnitude of
the heat transfer rate in the case of a highly catalytic surface. Here, the terminology
vmooVK-n vfR-e
'highly catalytic surface' is used in the sense that the order of 7- is unity.
From the results in Section 8.4, the dimensionless heat transfer rate on the wall
q, can be expressed up to the second order as,
qw q(O) + q1) + O()
5 { 1(}) ) ER ((n, T)(o)(a JhT + -R,4OyY=O 4 9Y =
5 _(_T_) 5 ( (O) T(o) E __(nT)(_)
+ 6 4-= _- 4 (o )( 0 ) T (o )( 0 )= + 8 R=
y0 4 y=0
+ (') (9.11)
where q, is positive when the heat flux enters the surface as defined in Section 4.5.
As discussed in Chapter 8 and Section 9.1, the influence of the catalytic efficiency 7-
appears for the first time in the second order of p'(0) and in the third order of u(0)
and T(0). Therefore, the first order heat transfer rate q.o) is independent of -y and
has the same value for all 7 as long as the order of 7y is unity. The influence of 7-y
appears in the second order heat transfer rate q,) through the terms (OT(')/Oy)y=o,
n~' )(O) and (an( 1) / 8y) YO
In the following discussion about the effects of the catalytic efficiency on the heat
transfer rate on the wall, for simplicity, the wall temperature T, is assumed to be
constant. By using relations obtained in Chapter 7 and 8, the second order heat flux
q() becomes,
qf)= [•R (T(o))2 + ~RTo"] (
y--05 ( ) ER 1Tw o)q wl)1 8 R, o W 8 , ]5 Y ) Y O )
+ [4Ri T1o) + a ] (O ( 1)(0)
5 (R T(,))
+ (R)8 ( y )Y=0
R5 T(°) + ER T()(0) 5R- O.(9.12)+ 4 8 Ry 
= 8R( y
Terms in the last bracket can be expressed by the first order quantities and have
nothing to do with 7-y. (OT(1)Y),= O in the third term contains the effect of 7 through
the second order system ( 7.70) - ( 7.74); however, this term is of order unity and is
multiplied by q; therefore it can be neglected compared with the first order heat flux
q.). On the other hand, the first and second terms in the right-hand side of ( 9.12)
which contain (On(1)/Oy) and n'l)(0) respectively may become comparable to q$)
when -' is small of order of e since n,')(0) contains the term (2 - 7)/47-y. Also, n')(0)
is always positive and decreases with -y and (On)/Oy) =o can be considered to be
negative and has the order of magnitude,
() 0 - n1)(0) n ) (O)(9.13)
where S is order of unity and has the same order of the thickness of the boundary
layer. Therefore, if the following condition,
t) + « [+< Tot( ow o(9.14)88 L4 8 J y )/=
is satisfied, q, is a decreasing function of 7y up to the second order. This contradicts
the results derived from ordinary boundary layer theory in which the heat transfer
rate simply increases as the catalytic efficiency increases (e.g. Goulard [2]). One of
the possibilities of this result is that we assumed ra, < 711T, r22 although, near the wall,
the number density n2 is much larger than n, and, therefore, r22 is dominantly small if
the surface is highly catalytic. However, in order to judge whether this contradiction
comes from an error of the kinetic model used in this study or this model describes
the physical phenomena of the catalytic process on the surface more exactly, further
investigation will be needed.
Chapter 10
Summary and Conclusions
This thesis presents an asymptotic solution of the Boltzmann- Krook equations
for the Rayleigh shear flow problem in which the flow consists of a reacting mixture of
gases (0 and 02 molecules) and the wall is a highly catalytic surface whose catalytic
efficiency is order of unity. The chemical process occurs both in the flow and on the
surface and the extended kinetic model which contains the dissociation reaction in the
flow and the boundary condition which describes the recombination reaction process
on the highly catalytic surface are constructed. The another boundary conditions for
the kinetic model are specified on averaged quantities of the distribution functions
rather than on the distribution functions themselves.
The equations of motion and the boundary conditions are expanded in powers of
the square root of the Knudsen number of the flow. In order to obtain the additional
unknowns such as diffusion velocities, the stress tensor and the heat flux vector, each
order of distribution functions which are derived from the Boltzmann-Krook equations
expanded in powers of the same expansion parameter are used.
The first and second order of equations of motion with the same order of bound-
ary conditions are constructed. The first order system is similar to the Navier-Stokes
equations with no-slip boundary conditions for the tangential velocity and the tem-
perature. The second order system represents a slip flow and has the same coefficients
as those in the first order system. The expansion procedure presented here guaran-
tees that the systems obtained by the succeeding iterates have the same structures as
the Navier-Stokes equations and that the higher order derivatives which may appear
in the subsequent systems involve the lower order terms which have already been
determined in the previous steps.
In this study, one of ways to treat with the highly catalytic surface is presented and
the relationship among the diffusion velocity of 0 molecules, the catalytic efficiency 'y
and the catalytic recombination rate constant k, is clarified by using the description
of the distribution functions derived from the expansion procedure mentioned in the
previous paragraph. And it is shown that, for the highly catalytic surface whose
catalytic efficiency is order of unity, the first order of species density of 0 molecules
P1(O) should be zero and actual value appears in the second order.
Corresponding heat transfer rate on the surface caused by both the heat con-
duction and the recombination process on the catalytic surface is obtained until the
second order. The effect of the catalytic efficiency on the heat transfer rate is dis-
cussed and it is shown that it appears in the second order terms for the first time.
Our result also suggests that, if the wall temperature is assumed to be constant, the
heat transfer rate may decrease as the catalytic efficiency increases under some condi-
tions. It contradicts with the results of analyses derived from the ordinary boundary
layer theory and it is necessary to investigate further in order to judge whether it is
because of an error which comes from the kinetic model used in this study or this
model describes the physical phenomena on the highly catalytic surface more exactly.
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Appendix A
Equations of motion
A.1 Relation between T, and T,
From the definition ( 2.10) and ( 2.13),
-nj kT12
(A.1)
( A.1) can be written by using ( 2.19),
- 33 nikTi +±
2
3
= 
-n•nkTii +
2
Z (( - 1)
1
2PI -
-( ( - ) +1 )11 - _ U fd122 1 V)fd
P1 + P2i2 p2(v2-v2 )
v1 - v =v-
By substituting this result into ( A.2), we can get ( 2.20) in Section 2.2,
Ti = T11±+m-2 V23kp
3
-n kT1
and,
(A.2)
(A.3)
(2.20)
2 W3
2 a3
- Uv' f,d6
- V +V v- fl, d6.
In the same way, we can get the similar result ( 2.21) for species 2,
T72 =T7 22+m3k2PlV-42-V01I. (2.21)
A.2 Derivation of the energy conservation equa-
tion
The left-hand side of ( 2.29) for species 1 can be written,
'Ifid '9
'
9y
(A.4){1R3v
The first term of ( A.4) is the time derivative of
1Lf 1 (s12!id6 1 fR
= P,+V. cfR3 ldi
I - + i-12 fd#
1
2
The second term of ( A.4) is the y-derivative of
f•1
I 1( --. +2fid)2 •
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- (qi) + I(2(cl),c'i . i-+ (ci ) li + vk 2l
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where a notation cE = ((c,),, (cl)y, (cl)z) is used. For species 2, we get similar expres-
sions to ( A.5) and ( A.6). After some manipulations,
8> I
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Then, we obtain the energy conservation equation,
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= 0.
Equation ( A.9) can be rearranged into simpler form. Among terms in ( A.9),
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where the species conservation equations ( 2.30), ( 2.31) and a relation m2 = 2m, are
used. Furthermore, from the conservation of the total mass,
(py )
+ a/= 0 (A.11)
and from the momentum conservation equations ( 2.32) and ( 2.33),
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Substituting ( A.10) ( A.12) into ( A.9), we obtain the final form of the energy
conservation equation ( 2.34),
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Appendix B
Kinetic Model
B.1 Conditions of unknown parameters for the
conservation of the collision invariants
By substituting ( 3.35) and ( 3.36) into ( 3.38), the terms of ( 3.38) for species 1
corresponding to the conservation of the total momentum is,
Jav6x(fa~d6
fR 11 - f 1 12 -1f
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The terms for species 2 is,
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By adding ( B.1) to ( B.2), we can get the form ( 3.41).
In the same way, the terms of ( 3.39) for species 1 corresponding to the conservation
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With the use of ( 3.43), the right hand-side of ( 3.39) gives,
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By substituting ( B.3) - ( B.5) into ( 3.39), we can get the final form ( 3.42).
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B.2 The H-theorem for the non-reacting flow
In this section, we prove H-theorem for the non-reacting flow, in other words,
for the mixture when P -+ 0 by following Perot [14]. In this section, for simplicity
for the explanation, we introduce distribution functions which represent the number
densities in the phase space other than the mass densities in any other part of this
thesis,
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and the H-function for species s is defined as,
H. = Jf, In fn, d6,
For species 1, the convective derivative of H, is,
n = ,MI
When P -+ 0,
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The first term of the right-hand side of ( B.15) can be written as,
1 f (Tn - fnl) + (@Il - fn1)ln + (@nll' fni)l)n'In11 d6. (B.16)
TJR3  4 })
The first term of ( B.16) vanishes and the second term is always negative or zero.
The third term can be expressed with the definition ( B.10),
1____ 3n2 -1
-
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With the use of the definition ( 2.19), this term also vanishes. Then, the only remain-
ing term in ( B.16) is the second one which is always negative or zero.
As for the first term, we can write for the second term of the right-hand side of
(B.15) as,
TfR3 {(1@n2 - fi) + ('nl2 - fni)In + ('nl2 - fni)ln lnl2 d} (B.18)
The first term of ( B.18) vanishes and the second term is always negative or zero.
The third term can be expressed with the definition (B.12),
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In the same way, for H2 we can do the similar analysis. H2 has two negative terms
similar to those for species 1 and the following complementary term corresponding to
( B.19),
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In this stage, it is clear that the sufficient conditions to satisfy the H-theorem are,
V1 2 = V21 , T12 =T21 (B.21)
by the following reason. When P -+ 0, the condition for the conservation of the total
momentum and the total energy ( 3.41) and ( 3.42) become,
P1V12 + P2V21 = pOf
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respectively. Applying conditions ( B.21) to ( B.22) and ( B.23), we can get,
V1 2 = V2 1 = V
T12 = T21 = T.
Then, the summation of ( B.19) and ( B.20) becomes,
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Therefore, we get the following inequality,
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And, DH/Dt is zero if and only if each terms in the right-hand side are zero, then,
(B.28)f( 8= rnii = Tnl21 fn2 =tTn21 = gn22.
(B.28) are equivalent to the following conditions,
V 1 = V2 = v, T, = T2= T. (B.29)
(B.29) implies that DH/Dt is zero if and only if the mixture is in equilibrium. There-
fore, for the non-reacting mixture, the H-theorem are satisfied under the conditions
(B.29).
B.3 Derivation of reasonable forms of unknown
parameters
If we impose the condition ( 3.50) when P -+ 0 (but P # 0), ( 3.48) can be
approximated as,
-43' (B.30)
because P('T - ' 12 ) approaches 0 more rapidly than (iV2 - V). Therefore, when P is
small, we can get,
V1 2 = -V. (B.31)
Then, ( 3.48) becomes,
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Since P # 0, 'R must be ' 12. Consequently, we get ( 3.52).
100
(B.32)
< 0.
When ( 3.52) are satisfied, ( 3.49) becomes,
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In the same way for ( B.30), if we impose the condition ( 3.51) when P --+ 0 (but
P # 0), ( B.33) can be approximated as,
nz 4nin2
3nk(T1 2 - T) + 2 n P -3n 2kT 12 + PE = 0
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because P(TR- T12) approaches zero more rapidly than (T12
when P --+ 0. Therefore, we can get when P is small,
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By substituting ( B.35) into ( B.34), we get,
TR = T12.
- T), and TR --+ T12
(B.35)
(B.36)
Consequently, we get ( 3.53).
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Appendix C
First order system of governing
equations
C.1 Temperatures of the first order
From the definition of species temperature T, in ( 2.13), we get the dimensionless
form, 3 T3 n.T. = )(
2 R [,- u)2 + ( - ev) 2 + C2] fd-.
By expanding this in powers of E and collecting the terms independent of E, we obtain
the first order form,
3 n(o)T(O)
2 a a f 3 [(, - u(o)) 2 + S+ c]fo)di
= 3p(o)R,T(o)
= n(o)T(o). (C.2)
Then, we obtain the relation,
(C.3)
The dimensional T,, is defined in ( 2.19). The dimensionless form of T,, can be
obtained by replacing u, v in ( C.1) by u,, v, respectively. However, since uo ) = u(o)
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(C.1)
Tj(o) = T2(0) = T(O).
the first order T(o) is the same as T( o). Therefore, we finally get,
T(O) = T(O) T() (o)= T(0). (7.21)
C.2 Formula of the moments of the second order
distribution functions
As seen from the form of fl) in( 7.33), f(') is the products of polynomials contain-
ing ý,, 7. and C. and main unknown variables by the Maxwell distribution function
fo). Therefore, in principle, any integrals of the moments of f.l) can be calculated
by using the following formula (Perot [14]),
n n=~ n 1 1 -J (', - 7- o)d6= p(o) (2RT(o) 2 1
(C.4)
where, n, p and q are positive integers and,
(n-1 n-1 n-3 (C.5)2 _2 (2 " (2) 2
Especially, when one of n,p,q is odd, (C.4) is zero.
However, applying ( C.5) to all terms contained in the moments are, in general,
very cumbersome. A simpler way to calculate these integrals is given by the following
formula proposed by Perot [14],
8 hf(1)d - h. r d 8 l,.h) fo)dh h s (C.6)
where h, is the any function of velocity components ,, , and ,.
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C.3 Derivation of the first order energy equation
By expanding ( 5.16), the first order energy equation becomes,
+v(O) OT(O)Fy-) o)yBy P( o) O
( )
"+ W y + 
(0)YY Oy+ R2tb(0 ) E + 3T(o)2
where, from ( 5.17) and ( 6.7)
(0) (0)
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From the first order species continuity equations ( 7.40) and ( 7.41),
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By summing up them and using the relation n(o)T(o) = 1, we get,
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By substituting ( C.11) into ( C.7), the left-hand side of the first order energy
equation becomes,
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Since the diffusion velocity of species a can be transformed from ( 7.34) as,
mo°)V,(o) = - R, 0 (fiT)( )ay
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the right-hand side of the first order energy equation becomes,
3 8To) (iiT)(o)T(o) T)(  (C.14)4 Oy2  "
From ( C.12) and ( C.14), we obtain the final form of the first order energy equation
(7.44).
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Appendix D
Second order system of governing
equations
D.1 Temperatures of the second order
By expanding the expression of the dimensionless form of T,, ( C.1) and collecting
the terms of order e, we get,
3 (n.T)(1) =
2 I3v [(8 - u(o))2 + 77 + (8] f'1)dV -2 f
The second integral vanishes from the formula ( C.4), then, we get,
3 (nT,)(1) = 3p()RT(o)2 + 3p(o)RT (1) + 2 (n,T)(1). (D.2)
Since T,(o) = T(o), we obtain,
(D.3)
As for the first order case, the second order form of T,, can be obtained by replacing
u(O),v(O) in ( D.1) by u(o) ,v(O) respectively. Considering u(1) = u(1) the second order
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Tj(1) = T2(1)= T(1).
TM) is the same as T 1). Therefore, we finally get,
T(1) T(1) _ T(1) ) = 1T.- ( 7.53)
D.2 Formula of the moments of the second order
distribution function
By the same reason explained in Appendix C.2, any integrals of the moments of
ff(2) can be calculated, in principle, by using the formula ( C.4). However, there exists
a simpler way to calculate them which are proposed by Perot [14].
From ( 7.27) and ( 7.28), we get,
Of(') ao)  2 f(O)
ay ry Oy (D.4)
From ( 6.12), ( 6.16) and ( D.4), we can construct the following formula of the
moments of f 2),
h,. f2)d ) ) (1) R@(1) a2
= J hS ( r~2 + 3Z - fs~l) + GR) d ' - h2 5 s yhfl0 ) dF
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where
GR
GR
(for s =1)
(for a = 2). (D.6)
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D.3 Derivation of the second order energy equa-
tion
By expanding ( 5.16) in powers of c and collecting the terms of c order, the second
order energy equation becomes,
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From ( 7.43) and ( 7.73),
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Then, parts of the left-hand side of (D.7) can be rewritten as,
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(D.10)
In the same way as in Appendix C.3 for the first order case, by summing up both
species continuity equations ( 7.70) and ( 7.71), we get,
atCOn(x)
Of
a() yI(1)+ 17o
8-y
42 ( iT)(1'
ay 2 y(1)
a(n(y)v(1))
aoy + 2 (nln-2)(1) .n(O) (D.11)
From ( D.7), ( D.10) and ( D.11), we get the expression of the left-hand side of the
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second order energy equation ( D.7)
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33 ~a(n 77.2 )(1) (T(o )) 2 (D.12)
where we used various expressions for the partial stress tensor and heat flux vector
(7.37), ( 7.43), ( 7.68), ( 7.69), ( 7.73) and the relation ( C.11).
From ( 7.34) and ( 7.65), we get the expressions of the diffusion velocities which
appear on the right-hand side of ( D.7),
(n11/ V + n V2) (0) = - (fiT)()
+y
8 (fT)(1)
(n, VI + n2 V)
(1) = -
Oy
(D.13)
(D.14)
Furthermore, from ( C.8) and ( D.8),
( 3
R2 E + 3 T(o• tb( ) 3+ R2T±I)b (°)
_2 _2
= a (E+ 3 TO)2 / (nn2)(l)n7(0) (D.15)3 (n.i7 12)(0)+ T(')a.2 n(O)
Substituting ( D.13) - ( D.15) into the right-hand side of ( D.7), we get,
3 T 0 (A T) I
- 6[T 24 49y - ~3+- a E + 3T(O)2 (n.1in2)(1)n(o) 3 (ni n2)(0)Ta2 n(o)
Then, from ( D.12) and ( D.16), we can get the final form of the second order energy
equation ( 7.74).
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